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Supplementary data: spectra
Section 1 'H and 3C NMR spectra of novel compounds. Pages 2-106

Section 2: HRMS data of novel compounds. Pages 107 onwards
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(5)-4-Amino-2-(phenylsulfonamido)butanoic acid 5
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(5)-4-Amino-2-(2,4,6-trimethylphenylsulfonamido)butanoic acid [Compound 6]:
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Methyl (S)-4-amino-2-(phenylsulfonamido)butanoate [Compound 7]
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HN"">~" CO,Me

i i T T i i i i T T
80 75 7.0 65 6.0 55 50 45



Methyl (S)-4-amino-2-(2,4,6-trimethylphenylsulfonamido)butanoate [Compound 8]

NHSO,Mes
H,N">">C0,Me
6|3 3
S
If
/ 2.4
22 /
s 19 f
/ /
\
> |
/
|
X i
E!O‘ ‘7‘.5““7‘.0“ ‘6‘5““6!0““5[5““5‘.0‘ I4‘j‘ ‘4‘.0““!!5““5!0“ ‘2‘.5‘ ‘2!0‘ ‘I‘S‘IIII!OII‘IDIJIIIIO‘.D‘
aet%-1l6a
__J_JL ' \_._-l Ik_ﬁ
[ ] &
e— [ a
] . .
) : .
_——_{; . [l -]
-
I T T T I T I I T
8 7 6 5 4 3 2 1 0

10



ast9-16a

g A% 8 e g g8 ge BRUKER
(<0

Current
NAME

F2 - Acquisition Parameters
Data_ 201 1

Time
INSTRUM DPX400
5 mm QNP 1H/13

wo

[
nn

nmon REE

0o o
0onn

CHANNEL £f1

CPDER!
NUC2
PCPD2
PLZ

PL1Z
PL13
SFO2 400.1

F2 - Processing

SF 100.6127690 MHz
0w EM
3SB 0
LB 1.00 Hz
GB 0
T T T T T T T T T T T PC a0
200 180 160 140 120 100 80 60 40 20 0 ppm

aet9-l6z

B L

=1

| T | T | | | T | T T
200 180 160 140 120 100 80 60 40 20 0

11



aet@-16a

_L_A

12



Methyl (S)-4-((1s*,3R*)-3-((1,8-naphthyridin-2-yl)methyl)cyclobutane-1-carboxamido)-2-
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Methyl (5)-4-((1s*,3R*)-3-((1,8-naphthyridin-2-yl)methyl)cyclobutane-1-carboxamido)-2-(2,4,6-
N
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Methyl (5)-4-((1r*,3R*)-3-(2-(1,8-naphthyridin-2-yl)ethyl)cyclobutane-1-carboxamido)-2-

(phenylsulfonamido)butanoate [Compound 19]
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Methyl (S)-4-((1r*,3R*)-3-(2-(1,8-naphthyridin-2-yl)ethyl)cyclobutane-1-carboxamido)-2-(2,4,6-

I \/?/COZMe
MesO,SH

trimethylphenylsulfonamido)butanoate [Compound 20]
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Methyl (S)-2-(phenylsulfonamido)-4-((1s*,3R*)-3-((5,6,7,8-tetrahydro-1,8-naphthyridin-2-
H
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Methyl (S)-4-((1s*,3R*)-3-((5,6,7,8-tetrahydro-1,8-naphthyridin-2-yl) methyl)cyclobutane-1-
carboxamido)-2-(2,4,6-trimethylphenylsulfonamido)butanoate [Compound 22]
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Methyl (S)-2-(phenylsulfonamido)-4-((1r*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-
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1024
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Methyl (S)-4-((1r*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-yl)ethyl)cyclobutane-1-
carboxamido)-2-(2,4,6-trimethylphenylsulfonamido)butanoate [Compound 24]

=

S

NN

"o

I \/E/COZMe
MesO,SH

-1
. : 2
’ 8 2
® ""Ia,; E
4 L N E
- é @ E
—_"i '] ) :
F 3
J l,.ll"I "o
3 ! e° & E
- [ o = 4
| 5
0 . 6
8 ¢ 0 :
j o o £ -7

8 7 6 5 4 3 2 i 0 -1 ppm =



aet9-20-1

BRUKER
(<O

Current Data Parameters
NAME aet%-20-1

FZ - Acquisition Parameters
Date_ 2012 7
Time
INSTRUM
PROEHD 5 mm {

SOLVENT
N5

Ds

SWH
FIDRES
AQ

RG

oW

DE &.00
TE 292.2
D1 .00000000 sec
dil 0.03000000 sec
DELTA 1. sec
TDO 1

400

T T T
200 180 160 140 120 100 80 60 40 20

I
0 ppm

PROEBHD
PULFROG

100.

CHANNEL £2

wal

400.

— 1 - 1 - 1 T 1 T T T 1 T T T T " 1
200 180 160 140 120 100 80 60 40
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—100

—120

140

BRUK

. 003, 28
0. nooa2oon
0.00000400 =sc
0.00020000 asc
0.00222428 aec
0.00003000 asc

e CHAKNEL 1 e

%
%
%
b

FnMODE
? - Procazaing rTAmm s TE
= 1024
400. 1300342 smx
RSIAE
0.00 =
140

- Prozsaaing paramstssa
24

1. & ‘E Mz

2
000wz
1]
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(1r*, 3s*)-3-(2-(1,8-Naphthyridin-2-yl)ethyl)cyclobutan-1-amine [Compound 25]:

—— -] 9
= ) o

] ®

—— ‘9' 0
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ast7-16

T
200

T
100

Acguisition Para
20111

180 160 140 120 a0 60 40 20 0 ppm
aet7-16
| | |
T T T T T T T T T T
200 180 160 140 120 100 80 60 40 20
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L4

T
95 9.0 85 80 7.5 7.0 6.5 6.0 55 50 45 4.0 35 3.0 25 20 15 1.0 05 0.0 ppm=
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(5)-4-Methoxy-4-0x0-3-(phenylsulfonamido)butanoic acid [Compound 26]

NH SO,Ar
HOLC ..
COzMe Ar = Ph
a7,
20 48 ~
H Lof 08 29, 18
~ f
/ .
A S
I 8.0 - 7‘_5 - 7!0 : I 6‘5 - G!U - 515 - 5!0 - 4‘5 - I 4[0 - 35 ‘ 3‘.0 le :
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aet7-T6-crude

EXPNO
FROCNO 1

PULFROG

EC LVENT
uE

N5

T T T T T T
200 180 160 140 120 100 80 60 40 20 0 ppm

Current Data Parameters

NAME aet7-T6-crude
EXPNO 12
PROCHNO 1

F2 - Acquisition Parameters
20 16

Date_

Time
INSTRUM
PROBHD 5
PULFROG
TD
SOLVENT
NS 1
D3 4
SWH 23980.814 Hz
FIDRES 0.365018 Hz
AQ 1.3664756 sec
RG 11585.2
oW 20.850 usec
DE 6.00 usec
T 284.2 K
CNSTZ 145.0000000
D1 2.00000000 sec
d 0.00344828 sec
] 0.03000000 sec
o 0.00001082 sec
- - | L
" 1( " o e ” ebsefura e 4
T I T I T I T I T I T I T I T I T I I T
200 180 160 140 120 100 80 60 40 20 0 ppm
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(8)-4-Methoxy-4-0x0-3-(2,4,6-trimethylphenylsulfonamido)butanoic acid [Compound 27]

Jon
o

L
VP

Current Data Parameters

HAME aet7-75-1
N T S B | \ ppm = 13
n FZ - Acguisition Parameters
F Date_ 20120316
) Time
£ INSTRUM
L PROBED
r FULFROG
, L T
F SOLVENT
l ¥ L NS
F1 oS
~ ' & m L SWH Hz
)| r FIDRES Hz
1 n 58
| £
F usec
Lo nsec
l F -2 K
= [] [] F 0.00000300 sec
] o 1.91316497 sec
- F 0. 00400 sec
' ‘ ! F 0.00020000 sec
i ﬁ F 0.00027200 sec
» __3 CHANNEL f1
| F -
| . ') [ NUCL 1H
W o E 31 10.00 usec
! F FL1 -1.50 dB
ﬂ F SFol 400.1316438 MHZ
} "L F
] - 1] —4 == GRADIENT CHANNEL ===m==
L - r SINE.100
A ] F NE. 100
N £ SINE.100
F 16.00 %
b 12.00 %
i E 40.00 %
'l o 5 P16 1000.00 usec
F1 - Acquisition parameters
[ F NDO 1
r 0 128
f [ sFOL 400.1316 MHz
r FIDRES 28.722427
S ¢ e __6 =W 9.188
| F FriMODE oF
F FZ - Processing parameters
| F 8 1024
l ‘ r SF 400.1300353 MHz
| [ 7 WOW SINE
E s3B 0
! £ 15 0.00 Hz
E GB 0
F BC 1.40
C Fl - Processing parameters
\ -8 ST 1024
n MCZ QF
F SF 400.1300353 mmHz
F WO SINE
R B L B I I I I RS RS R igﬁ CUE'-P
<00 s

8 7 6 5 4 3 2 1 0 ppm °



aet7-T5-1

Acgquisition Faramet
5 a3
2

01203

SOLVENT
M5

5

T T T T T T
200 180 160 140 120 100 80 60 40 20 0  ppm

Current Data Param

NAME aet?
EXPNO
FROCNO 1
Acquisition Parameters
20120316
4.28
INSTRUM 400
PROBED 5 3
PULPROG ptag 135
D 65536
CcDCl3
512
4
23980.814 Hz
0.365918 Hz
1.3664756 sec
4096

20.850 usec
6.00 usec

294.2 K

145.0000000

2.00000000 sec
0.00344828 sec
0.03000000 sec
0.00001082 sec

T68
690 MHz
EM

— 1 - 1 T T T T T T T T T 1 | I
200 180 160 140 120 100 80 60 40 20 0
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Kl

Current Data F
HAME
XENO
ROCNO 1

Acquisition Parameters

Aannnnn

0022242

04003000

BEomunnn
OUOOODOD

Aan

CHANMEL 1
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Methyl N*-((1r* 3R*)-3-(2-(1,8-naphthyridin-2-yl)ethyl)cyclobutyl)-N>-(phenylsulfonyl)-L-

., O NHSO,Ph
asparaginate [Compound 28] CO,Me
3.1
16
1,0
‘90 8‘5 80 7!5 ' 7!0I 65 - Glﬂl - 55 1‘.0‘ 0‘5

= CHANNEL £l ==mm————

iE
10.00 usec
W Ow -1.50 dB
400.1318810 MHz

GRADIENT CHANNEL =====
SINE.100

SINE.100
SINE.100
16.00 %
GPZZ 12.00 %
GPZ3 40.00 %
FlE 1000.00 usec

& [} -6 F1 - Acquisition parameters

F F2 - Processing parameters
' ! ‘ ‘. F ST N 1024
E SF 400.1300348 MHZ
d @ WOW SINE
0 W f :
18 0.00 Hz
0
FC 1.40

F1 - Processing parameters
s 1024

| ll_ﬁl_.lll} A \ ,_#L.Ll-d_ﬁdnh__JL,‘ A
T

MC2 QF
SF 400.1300348 MHzZ
WOW SINE
T T T T e e e e e ss3 o
[}

9 8 7 6 5 4 3 2 1 0 ppm &
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BRUKER
(<O

Current Data Parameters

NAME aetT-77-2

EX 0 11

PRO 1

FZ - Acquisition Parameters
Date_ 2012¢( 7
Time 1

INSTRUM
PROEED 5 mm QR

SOLVENT

| | |
200 180 160 140 120 100 80 60 40 20 0 ppm

CHANNEL £2

wa

400.1316000 MHz

- Processing p

100.6

T T T T T T T T T T =
I T I I I I I I I I I oy

200 180 160 140 120 100 80 60 40 20 0 ppm
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R O |

Data F

current
s

CHAMMEL f1

400.1

CHAMMEL £

F Acquisition parameters
oo Z
i)

9.0 85 80 75 7.0 65 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 05 0.0

ppm =

46



Methyl N*-((1r*3R *)-3-(2-(1,8-naphthyridin-2-yl)ethyl)cyclobutyl)-N>-(mesitylsulfonyl)-L-

asparaginate [Compound 29]

-l

0]

uHSOZMes

CO,Me

1~
— o

149
o
1%
e
2.9
P
T T e T T T P T T T e e T e
9.0 85 8.0 7.5 7.0 6.5 60 55 50 45
1 | l]l 1 Lx b
F2 - Rcguisition Parameters
Dats_ 20120329
Iime
-] INSTRUM
PROBHED
PULPROG
™
] 0 ¢
< @ o 9
{
— b 2 0 -
_— (] U | 0
< ] @ = ] 1
' ‘ J:’ ' oo
0.
® L3 i
-------- CHANNEL f1 ———————-
[ NUCL 1H
Pl 10.00 usec
PL1 -1.50 dB
Du é 19, we =4 sFol 100.1317944 MHz
® GRADIENT CHANNEL =====
SINE.100
SINE.100
SINE.100
_5 16.00 %
—_ 12.00 %
GPZ3 40.00 %
rle 1000.00 usec
J sﬂ Q. 6 Fl - Acquisitiocn parameters
- NDO 1
™ 128
sFol 400.1318 MHz
FIDRES 32.991978 Hz
=W 10.554 pom
] U | FOMODE oF

3 2 1

9 8 7 6 5 4

ppm

FZ - Processing parameters

SI 1024
SF 400.1300342 pHz
WDW SINE
SSB [
LE 0.00 Hz
GE 0
PC 1.40
F1 - Processing parameters
SI 1024
Mc2 OF
SF 400.1300342 MHz
WoW SINE
S5B 0
LB 0.00 Hz
GB o




Current
NAME

Date_
Time
INSTRUM
PROBHD
PULPROG
D
SOLVENT
NS

T
180

T
160

T
140

T
120

T
100

80

T
200 60

5 mm

BRUKER
(<O

Data Parameters

aet7-78-2

F2 - Acquisition Parameters

20120329
1.26
DPX400
1H/13

QNP

2.00000000
0.03000000

327
L6127

MHz

PROCNO

F2 - Acquisition P
Date_
Time
INSTRUM
PROBHD
PULPROG

meter:

[=q1]
1O @D

B S ORI 00 s s B L Oy (1 L

145.0000000
2.00000000
0.00344828
0.03000000
0.00001082

se(
set
sel(
sel(

CHANNEL f2
walt

- Processing pa

s 100.6
WowW

55B

LB

GB

|
180

|
160

|
140

|
120

|
100

200 80
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Current Data
HAME

ramaters
aet]-78-2

©

me g
AannAnnn

BuuBmuBnG
TR RN TR

an

F w00
0

Pr

Pr

9

8

7

6

5

4

3

2

1

0

ppm
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N-((S)-1-((1r*,3R*)-3-(2-(1,8-Naphthyridin-2-yl)ethyl)cyclobutyl)-2,5-dioxopyrrolidin-3-

yl)benzenesulfonamide [Compound 30] NHSO,Ph
3.2 3.2
|
2,9 9 ‘
‘(' f
Mo (
1.0 1 14 / |
- 0.9 f J |
/ Jf /
i ahk. dediee. dsa
9'0 - BI_‘F s‘n 7.5 7{0 6‘5 6‘.0 I 5‘5 : 5‘,0 I 4‘_‘5 40 B 3{0 : 1‘5 2!0 : ll_‘s

o}
1.
0.
0
0.

CHANNEL f1 =

18
10.00 usec

-1.50 dB
400.1317724 MEz

0 ab F4
-] ot
F5
6
E7
rocessing parameters
1 1024
’. " 400.1300350 MHz
‘ ‘ SIXE
1 ' (] F8 c.oE HE
1.40
Fl - Processing parameters
5 1024
] L] ] ) I 2
400.1300350 Maz
T T (EAARARRARIRARE T T R AR LR T EHE*
0
9 8 7 6 5 4 3 2 1 0
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BRUKER
(O

Current
NAME

ters

INSTRUM
PROEHD
PULPROG
TD
SOLVENT

HS

wmm
DN N

["R7]
oo
a0

TE 294.2
D1 2.00000000
0.03000000

wnn®SC

ooo
non

dll 4]

5]
L]

T T T T T T T T T T T T T T T T T T T T T o 140

1
200 180 160 140 120 100 80 60 40 20 0 ppm

Data Paramet
aetT-

SOLVENT

CHANNEL f1

CHANNEL f2

wal

400.13

I I I
200 180 160 140 120 100 80 60 40 20 0
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L

il b

. A L

@ e

‘9

Annnnn

TR
TEE IR

an

Frooassing paramaters
1024

9 8 7 6 5 4 3 2 1 0
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N-((S)-1-((1r*,3R*)-3-(2~(1,8-Naphthyridin-2-yl)ethyl)cyclobutyl)-2,5-dioxopyrrolidin-3-yl)-2,4,6-

O

trimethylbenzenesulfonamide [Compound 31] NHSO,Mes
6.8
/
4.3
35 36
/
1
ne 1
{
1,0 1 1 *
LS 0 0 09 09 09 /|l
| ) ’ ’ s
A L k = f !
5‘“‘9}0““B.‘S‘Illﬂ!ﬁ““7; 7.0 6.5 6.0 55 “‘5‘,0““4‘5“"4‘,0‘“‘3‘5““3‘,0“"1‘5““1!0‘“‘l‘j“lll!ﬂl‘

A u ol A LM

n F2 - Acguisiticon
EO Date_ 201
3 INSTRUM
PROBHD

' . i
' [ X

[} ' F E g‘ - Processing pzrigsisrs

L SF 400.130033% mMHz
y 8 WOW SINE
. SSB 0

1 ' ’ L 1B 0.00 Hz
E GB 0
£ FC 1.40

' E Fl - Processing parameters
] [ ] L =34 1024
[ 9 MCZ oF

r SF 400.130033% MHZ
WOW SINE

L L B e L B L R LAl R AR RS e EZE coE-w
]

9 8 7 6 5 4 3 2 1 0 ppm =
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BRUKER
(O

Current Data Parameters
NAME aet7-78-1

nmm
NN

usec
usec
K

D1 2.00000000 sec

dil 0.03000000 sec

DELTA 1 sec

TDO 1

400

| T
200 180 160 140 120 100 80 60 40 20 0 ppm

Time
INSTRUM
FROBHD
PULPROG
D
SOLVENT

100.

CHANNEL

e e
200 180 160 140 120 100 80 60 40 20 0
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I N

CHAMMEL f1

a00.1

CHAMMEL 2

100

=58

9.0 85 80 75 7.0 6.5 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 0.5 0.0
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Methyl N2-(phenylsulfonyl)-N*-((1r*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-

e
N/
NN
(] 9 Nusoen
IN/Z«/i
. H CO,Me
yl)ethyl)cyclobutyl)-L-asparaginate [Compound 32]
44
23
Y
A8 P
r/ /
/
-
80 7‘5 7‘0 65 G‘,O Slj 5‘0 4‘5 4‘0
Ll L '
) R G W LYY O
-1
| -0
JI a
3 g L0 o P
= o ot M. -,
.| 4:.2‘ )
= ) ? 2
3 # »
= o e
i :
— 0 F “yaw @ - 4
i [1] E 12.00 %
F GPZ3 40.00 %
F P16 1000. 00 usec
I , ;_ 5 E;j— Acquisition _:ara-fts:s
ﬁ 8 a _ 6
— QO "
_4 Aot ' -7
ﬁ.r.i‘l zg
—_— '] g : :
‘ E‘_EZ 133.13C53‘EE MHz
""" B L L R L LA LAY LAY ELARAML AR AR i 0.00 sz
8 7 6 5 4 3 2 1 0 - ppm = ’
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ast7-9

W

-2

: OO 3 BRUKER
(>0

Current Data Parameters
NAME aet7-93-2

F2 - Acquisition Parameters
Date_ 20120608
Time 21.40

F2 - Processing
ST

SF 100.61
WowW
S5B

T T T T T BC

T T T T T T
200 180 160 140 120 100 80 60 40 20 0 ppm

P00 O L
S wom o
O

400.

- Processing par

100.

I e
200 180 160 140 120 100 80 60 40 20 0




Current Data Farametars
AME

et aat7-93-2
EXFNO 14
FROCHO 1

Acquisition Faramaters

4J_JUJ L n R S Y Y Y L

0
o — 20 £.00 v
IE 288.7 K
,@ CHSTZ 145. 0000400
. 40 0.000 0 =ac
r D1 1 =sac
4z 0.00344828 sac
& @ o a3 500000400 3o
1 ). 00000400 sac
4 o — 40 D1§ D.00D20000 sac
- é' DELTAL D. 00222 =sac
0 000003000 sec
. L CHAMMEL £1
NuCl 1H
s £ #ﬁ F1 10.00 us
v p2 20.00
L1 1

Frooessing parameters
124

100.1300344 MEz
QSINE

0.00 &
o
1.40

Frocessing parameters
102

8 7 6 5 4 3 2 1 0 -1 ppm =
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Methyl V2-(mesitylsulfonyl)-N*-((1r*,3R *)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-

N ] )
0 p e
H MHSOZM
ylethyl)cyclobutyl)-L-asparaginate [Compound 33] COMe
13
39
\f’
a3
30
27 : /
20
141
i
/

B.0 75 7.0 6.5 6.0 55 5.0 45 4.0 35 30 25 20 L5 1.0
l Current Data Parameters
NAME aet7-95-2a
I J P, e b M A ppm Eero B
__1 F2 - Acquisition Parameters
E-.Ets 20120618
] =0
{ ¢
=1
<4 & v
< @ g & @ - . 000003
3 o of W, o, e
] X .00 =
' ) .|e r
g ; sy @ 3 - B -
= il 3‘ ﬁgd' ® s it 10.00 usec
t [ gLl (150
1 . - 3 SFO1 400.1313427 MHz
= !
_J 0 LN
3 ) ¥4 0y b -4
| o .
‘ - 5
|
(I . ]
i 8 o L 6
-l e e
—J L) [ |
- ﬁ . . ¢ E 7 Fl - Processing parameters
' sI 1024
T Mc2 oF
SF 400.1300342 MHz
. . F W SINE
B L I L R N N R RN NN 5E C.OEHZ
7 6 5 4 3 2 1 0 -1 ppm = 0
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aet7-96-2

angsE  i: : - K BRUKER
(>0

Current Data Parameters

F2 -
Date_
Time
INSTRUM
PROEHD
PULP
TD
SOLVENT
NS

ters

CHANNEL £2
wal

400.1
FZ - Processing parameters
51
ISF 100.6
WDwW
S55B 0
LB 1.00 Hz
GB 0
T T T T T T T T T T T T T T T T T T T T T T T e 1.40
200 180 160 140 120 100 80 60 40 20 0 ppm

Acquisition Parameters
20120618
19.36

PROBHD 5
PULPROG
TD
SOLVENT
NS
80.81¢
. 365918
1.3664756 sec
11585.2
20.850 usec
6.00 usec
208.2 K

2.00000000 sec
0.00344828 sec
0.03000000 sec
0.00001082 sec

CHANNEL f1

400.

100.

T T T T T T T T T T T T T T T T T T T T T T T GB

200 180 160 140 120 100 80 60 40 20 0 ppm



WA LV S R

@

APND
FROCHO 1

RAcquisition
20

nn

nn

n

EERRERRR
n

nn

TEE LR

o
z
2

assing paramatars
1024

140

1.

a
o
o

Ll

cassing parametars
1024

QF
100. 127690 MHEz
E
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N-((S)-2,5-dioxo-1-((1r*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-

NHSO,Ph

yDethyl)cyclobutyl)pyrrolidin-3-yl)benzenesulfonamide [Compound 34]

1%0 (’)_|_8| 2.2 1,-\9
/ .
J
!
"
50 s Jo Ces e s s s
‘JUJ l ool N ppm
| f
{ o
F1
]
‘-Ej LA | )
0
_3 E - go 0
—g ] o @ a 8
‘ﬁj I “‘ " F3  — CHANNEL f1
- P
I
- @ o 4
*‘l ) b
) 3 R
| 5 F1 - Acquisition parameters
-j ] ]
1. o
—"3! ] ] e
— 4
-—1 [ ]
IR I T [rrrrrrrrr reT I T T T
8 7 6 5 4 3 2 1 0
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NAME

Date_
Time
INSTRUM
PROBHD
PULPROG
TD
SOLVENT
NS

F2 - Acquisition Parame

20120705

20.26

DEX400

5 mm QNP

2.00000000
. 03000000

FZ - Processing paramet
SI 32768
SF 00
IDW B
S5B 0
LB 1.00
GB 0
T T T T T T T T T T T T T T T T T T T T oo 40

| \ |
200 180 160 140 120 100 80 60 40 20 0 ppm

| RN

e

8 7 6 5 4 3 2 1 0 -1

BRUKER
(<O

ters
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N-((8)-2,5-Dioxo-1-((1r*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-
yDethyl)cyclobutyl)pyrrolidin-3-yl)-2,4,6-trimethylbenzenesulfonamide [Compound 35]

NN J ,,
’D, .
O -
NHSO,Mes
ss 54
\
2,0
If/
16 19
f
7|5 o 7!0 6‘5 6.0 10
I

m - Acquisition parameters
5 sFO ¢-:-ﬂ,:§f§ MHz
-6
L] ]
" 8 [ L7
HA I I I I I L L L C.-Z]Eﬂz
7 6 5 4 3 2 1 0 ppm = ‘
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5 28 a5 Ahges i3 3 E9ERNSBRSEY
aet9-2 gR ] QoL ©.d L A kil 10,060
S Ao =y i FFREANEEHAA
AT \/ FAT S Il I SNSN VN
HC NMR (151 MHz, CDCls) § 175.02 (C), 173.96 (C), 156.15 (C), 155.22 (C), 143.34 (C), 139.57 (C), 0.055
137.36 (CH), 132,42 (CH), 132.18 (C), 113.44 (C), 111.04 (CH), 51.24 (CH), 42.81 (CH), 41.63 (CHz),
37.03 (CHy), 36.34 (CH,), 32.53 (CHz), 32.16 (CHy), 28.87 (CH), 26.33 (CHy), 23.00 (CHz), 21.30 (CHz),
21.13 (CHs); 1-0.050
1-0.045
= 1-0.040
K (s) P(s) 15(s)
132,18 36.34 (21.30
- ! 1-0.035
D (s) F(s) 1(s) M(s)| | R(s)| |W(s)
155.22 139.57 113.44 42,81 |32.16 | |21.13
[ = T - 1 10.030
| Cis) Egs) || 1(s) H (s) L(s) || N(s) | Qs) || V(s)
|156.15 | |143.34|| 132.42 111.04 51.24 || 41.63 || 32.53 || 23.00
] Ao i TH LB = o ¥ |
G(s) sy | 0%
137.36 26.33 |
T(s) | Ho.020
|28.87
0.015
-0.010
~0.005
~0.000
+-0.005
T T T T T T T T T T T T T T T T T T ¥ T T ¥
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
f1 (ppm)

t Data Parameters
aet9-

CHANNEL f1

100.6228

CHANNEL f2

wa

L I e T 1 T T T T T T T 1
200 180 160 140 120 100 80 60 40 20 0
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maters

U _ - A O AW LY VY LN e .

20

200

145.00

0090
4000300

0. sac

[} F 1 sac
0. sac

o. sac

0. sec

— 0.00020000 sec

0. sac

0. sac

CHAMNEL

10
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(8)-4-(tert-butoxy)-4-oxo-2-(phenylsulfonamido)butanoic acid [Compound 36]

21 24

Ak | '} L At 1 "

3591.954 Hz

1.7538B4 Hz

D.2ZB5131¢€ sec
91852
135.200 usec

00020000 sec

o

1. 2105 se
0. 00000400 sec
a.

0.00027840 sec

mmmmmmm— CHANNEL f1 == e————

KOC1 1H

Fl 10.00 usec

FL1 -1.50 dB
4 SFol 400.1317199 MHz

] 6 4
@ 8 ge T CHANNEL ===m—m
INE.100

GFZZ
5 Gpz3 40.00 %
Fl6 1000.00 usec
Fl - Acguisition parameters
i) 1
128
400.1317 MHZz
28.062141 Hz
8.977
QF

F2 - Processing parameters

=1 1024
7 sF 400.1300341 MHz

LY WOW SINE

1 . S5B [
1 LB 0.00 Hz

Ny o :

| 8 BC 1.40

= o _

[ B Fl - Processing parameters

I 1024

MC2 oF
SF 400.1300341 MH=z

WoW SINE
L L L L L I L R I R igf CUE'—P

0

8 7 6 5 4 3 2 1 0 ppm =
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ast9-6

<z : e - BRUKER
(<O

F2 - Acquisition Parameters

Date_ 20121002

Time 23.53

INSTRUM DPX400

PROBHD 5 mm QNP 1H/13

PULPROG zgpg30

TD 65536

SOLVENT C 3

NS 4

Ds 4

SWH 14 Hz

FIDRES 18 Hz

AQ & sec

RG .3

DW . 850 usec

DE 6.00 usec

TE 203.2 K

D1 2.00000000 sec

dil 0.03000000 sec

DELTA 1.89999998 sec

TDO 1
CHANNEL £1 =

NUCL 13C

Pl 8.50 usec

PL1 -2.60 dB

SFOL 100.6228298 MHz
CHANNEL £2 -

CPDPRGZ waltzl6

NUCZ 1H

PCPD2 80.00 usec

PL2 -1.50 dB

PL12 50 dB

PL13 50 dB

5FO2 400.1316005 MHz

F2 - Processing parameters

51 32768

SF 100.6127690 MHz

TDW EM

SS5B 0

LE 00 Hz

GB 0

T T T T T T T T T PC 1.40

\ \
200 180 160 140 120 100 80 60 40 20 0 ppm

Current Data Parameters
NAME aet -6
EXPNO 12
FPROCNO 1

F2 - Acguisition Parameters
Date_ 12100
Time

INSTRUM
FROBHD
PULPROG

MHzZ
F2 - Processing parameters
32768
SE 100.6127690 MHz
wow EM
55B 0
LB 1.00 Hz
T T T T T T T T T : T T T T T I T T T T T :‘E L g

| |
200 180 160 140 120 100 80 60 40 20 0 ppm
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Current Data Farameter
IAME ag'

s
1

R

Acquisition Parameters
20121003

0.44
-

L..
n

10003000

PR
RO D000 D
anAnnnnn

CHAMMEL 1

1@3 FZ - Frocessing parameters
@; 51 1024

85 80 75 7.0 65 6.0 55 50 45 40 35 3.0 25 20 1.5 1.0 05 0.0 ppm
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tert-butyl (S)-4-(((1r*,3R*)-3-(2-(1,8-naphthyridin-2-yl)ethyl)cyclobutyl)amino)-4-oxo-3-

(phenylsulfonamido)butanoate [Compound 37]

g,g
203
149
i 1
0 08 0
55 5.0 85 g0 s do ds e s 10 05
. A A kel
@ 8 ¢ I ] o
_ﬁ - ;?;RES
j -] A "
F2
{ 8 )
o
o
4 U 4
o B¢ ] “ [} " E g
=5
] _6
b 0 ]
¢ 336506 na
- -7 e
[ & '] # pa:?gsis:s
1300337 Mz
‘ ’ SINE
d _8 C.IJE Hz
0
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4 u ‘ _9 pZE?E:iEE:S
1300337 Mz
o SINE
L I L L L L L B L R R AR RAR R AR RN RARR AR ;;E C.SE .
9 8 7 6 5 4 3 2 1 0 ppm ° :
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aet9-8-2

BRUKER
(<O

Data Param
ast

Current
NAME

F2 - Acgquisition Para
201210

wmm
0NN
0

wunEE e
W
oo
an

o oo
0non

SF 100.¢6

T
200

T
180

T
160

T
140

T
120

T
100

80

60

T
40

20
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E aet9-8
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PROBHD
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D
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CHANN
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|
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|
160

|
140

\
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—
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|
80
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BIKVRNE

Current Data Farameters
AME aatd-0-2
14
sition amaters
Ao, AT N | N ppm a4

@

a
i
H

nnnn

n

00222428

10003000

oUOOO000
n

nn

BEBBunnL
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Processing parametars
1024

QF
100. E127690 MEZ
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7

6

5

4

3

2 1 0

72



(8)-4-((1r*,3R*)-3-(2-(1,8-naphthyridin-2-yl)ethyl)cyclobutyl)amino)-4-oxo-3-

a0

< COo,H
(phenylsulfonamido)butanoic acid [Compound 38] PhO,SHN

141
0.9
| | | | ! | ! |
9 ) 7 6 5 4
S S— . S l'-_._,_ L la S NE—

_JLI\_ - L«L\ S S — A
‘b
-3
I

x ]

" & A

A ek

—
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aet9-61-MeOD

(<O

Current Data Par
NAME
EXP
PRO

Date_
Time
INSTRUM
PROBHD
PULPROG

= CHANNEL £2
walt

[=gt
o

400 Mz

- Processing parameters

T T T T T T oo 1.40

| | | | |
200 180 160 140 120 100 80 60 40 20 0 ppm

T T | | | T | | | |
200 180 160 140 120 100 80 60 40 20
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ppm:
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-120

-140
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tert-butyl (5)-4-0x0-3-(phenylsulfonamido)-4-(((1*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-

—
]
NN

il
H N

CO,tBu

yl)ethyl)cyclobutyl)amino)butanoate [Compound 39]

0 0.7 110
R R Cdo ss
Y J__n_ L . _ . . . A ppm
| :
=1
[ . . :
.pf :
-} @ H- _2
o o
i 1 _,9‘ o E
o o :
' #° e :
| =3
T ° ®
i' ' ’ =0 ’ 5—4
— 5
F :
E r
E H
-6 r
] ¢ 0 : :
{ a ‘#‘ F Framng
.! Gr 1 ‘ E_? %: Process
4 o I
3 °Q ' 5
’e F &
) ,
T T T T T : | : i
8 7 6 5 4 3 2 y
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aet9-12-1

Current

Date_
Time
INSTRUM
PROBHD
PULPROG

SOLVENT
NS

0s

SWH
FIDRES
a0

RG

oW

NUCZ
PCPD2
PLZ
PL12
PL13
SFOZ

\ | | |
200 180 160 140 120

F2 - Acg

F2 - Processing

Gacessner BRUKER
(<0

Data Parameters
21

juisition Parameters
2012101
0.28

DPX400
5 mm QNP 1H/13
zgpg30

2.00000000 sec
0.03000000 sec

400

cquizition Parameters

T
200 180 160 140 120 100 80 60 40 20 0
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A A

zzent Data Paramsts

maid-12

F2 - Aoguizitien Pl.‘l.'z".'l

ppm

‘9

£.00 uase

131.2 &

145. 0000000

0.00000300 =sc
1. 48255159 mac
0.00344528 =ac
0.00002000 =sc
0.00000400 asc
0.00020000 asc
0.00222428 mec
0.00003000 =sc

wmn CIARKEL 1 s
Ll
1000 vaec

74200 vame
e

18.10
100.£203140 mx

GRADIENT CHARNEL =
STHE 1

—100

—120
- Procazaing paramstars

4001300354 wmz
QSIKE
H
.00 uz
—140 u
rC 1.40
- Procsazing parametssa
Pt

5

00. £127650 smx

|
85 8

| |
.0 75 7

|
0

65 60 55 50 45 40 35 30 25 20 15 1.0 05

ESINE

2
0.00 gz
[+
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(5)-4-0x0-3-(phenylsulfonamido)-4-(((1r*,3R*)-3-(2-(5,6,7,8-tetrahydro-1,8-naphthyridin-2-

N \N/ )
|:| o
IHJ&-’/\CO H
PhO,SHN 2

yDethyl)cyclobutyl)amino)butanoic acid [Compound 40]

-
% : ”
< 3 :
i ) / o' E o mmas
1 1 ' E Ing 0. 00026400 sac
o " =3
% v [ F
L] ¥ L] E
< & - Fa
j * ;_5 I-- '.f::l;ig usac
“6
. O :
| " [ 2
;—?
N |
] F
:—B
T T T T T T T T T - 1B 0
8 7 6 5 4 3 2 1 0 ppm © :
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aet9-60-MeOD

Date_
Time

INSTRUM
PROBHD 5 mm (
PULPROG
SOLVENT

NS

CHANNEL £f2

400.

Processing

\ T T T
160 140 120 100 80 60 40 20

T T T T T T T T T T
200 180 160 140 120 100 80 60 40 20




J lllk.. : LLJKJJ 'um/LJ UJ‘ _ ppmék
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: - 0
= - 20
= — 40
- IL_: Frocsaaing

—140

I I I I I I I :
8 5 4 3 2 1 0 ppm
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tert-butyl (6-(4-hydroxy-but-1-yn-1-yl)-pyridin-2-yl)(methyl)carbamate [Compound 46]

X

SNTSNT
A

Boc

OH

i | ﬂ i J{ JJA
1 T T T T T T e 7 T T
s 8 7 4 3 1 0
hms15-108-a
| | 1] LN
\f \ |
‘ I ‘ ‘ ‘ ‘ (I I I
Current Data Parameters
NAME HMS151202
EXPNO 11
PROCNO 1
F2Z - Acguisition Parameters
Data_ 20151202
Time 21.24
INSTRUM DPx400
PROBHD 5 mm QNP 1H/13
PULPROG
D
SOLVENT
N5
Ds
SWH
FIDRES
BQ
RG
oW
DE
TE
Dl
dll
DELTA
TDO
-2
100.6228298 )
======== CHANNEL f2 =———=====
CPDPRG2Z waltzlé
NUC2
PCED2
PL2
PL12 17.50 dB
PL13 17.50 dB
SFO2 400.1316005 MHz
FZ - Processing parameters
SI 32768
l ) | l SF 100
" - - " v oW
SSB 0
LB 1.00 Hz
GB 0
I I I I I I I I I I ! PC 1.40
200 180 160 140 120 100 80 60 40 20 0 ppm
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Lilmar Les L W ‘l a i r

Current Data Parameters
™,

HAME HME151202
EXFRO 12
FROCKO 1

F2 - Acqui

Date_

Time

IKSTRUM

FROBHD S mm QNP 1H/13
FULFROG

D

SOLVENRT

H3

DE 4

SWH 23980.814 Hz
FIDRES 0.365918 Hz

AQ 1.3664756 sec
RBG 7298.2

oW 20.850 use
DE 6.00 use
TE 294.2 K
CNST2 145.0000000

Dl 2.00000000 sec
2 0.00344828 sec
di12 0.00002000 sec
DELTA 0.0000114& sec
TD0 1
-------- CHANNEL f1 =——————
HUC1 13C

Pl 9.00 use
p? 18.00 use
PFL1 -2.60 de
SEFO1 100.6228298 MHz
m———m——— CHANNEL {2 ==

PL12 17.50 dB
sF02 400.1316005 MHz
Fl - Processin
&I
aF 100.6127690 MHz
WoW EM
S3B 1}
LB 1.00 Hz
GB 1}

I I I I I I I I I I BC 1.4

T
200 180 160 140 120 100 80 60 40 20 0

A on

Aonoa
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tert-butyl methyl(6-(4-oxobutyl)pyridin-2-yl)carbamate [Compound 43]

110

| A
SNTSNT X0
Boc

2l 21 22

b -]

Frooessing para

400.1 HEz

< tn
FEER

W

W

fmE

w

me TR

10 =

E— U rZ Aoguisition Faramatars
£ H

=1

=2

= 3

:_ 4 - CEANNEL 1

£ Pl 2
£ FL1 1.50 dB
F EFOL 400.1320448 MEz
F 5 CRADIENT

= 6

= 7

C 33.44

F 14.
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aet7-6-f4,6

s Si3 s i b : BRUKER

Current Data Parameters
HAME act7-9-f4, 6
EXPN 11
PROCNO 1

F2 - Acquisition Parameters

Date_ 2011
Time 0.10
INSTRUM DPX400
PROBHD 5 mm QNP 1H/13
PULPROG 0
TD &
SOLVENT 3
N5 4

4

23580.814

4

2

0 3
DE 6.00 usec
TE 298.2 K
D1 2.00000000 sec
dil 0.03000000 sec
DELTA 1.899 sec
TDO 1

CHANNEL

-2.60 4
100.6228298 MHz

CHANNEL £2

T T T T T T T T T T T T T T T T T T T T T T T e 1.0

200 180 160 140 120 100 80 60 40 20 0 ppm

GE
! I I I I I ! PC

| |
160 140 120 100 80 60 40 20 0 ppm

T T
200 180
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ppm:

" heasapst
cocld
1

15
= 4280.812 n=
4.1804 Hz

1.5071£805 amc
0.00344828 asc
0. 00002000 =sc
0.00000400 =sc
0.00020000 =sc
0.00322478 asc
0.00003000 asc

GRADIENT CHARNEL me

—100

1000.00 vasc

Fl - Acguisiticn paramsisra
i} 2

128
100. £203 Mmz
30.308328 ur
FE=
B

—120

FZ - Frooceaaing paramstssa

024
400. 13003
BT

KE

2
0.00 gz
1}

—140

140

10 9 8 7 & 5 4 3 2 1 0

ppm E:
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Methyl 3-(2-(6-((tert-butoxycarbonyl)(methyl)amino)pyridin-2-yl)ethyl)cyclobut-1-ene-1-carboxylate

\ —
Eoc N /
[Compound 47] COMe

al2 32
2,0 /
20
; A JL
‘ 7‘.5 ‘ ‘ 7‘.0 - : ‘ 63 ‘ 6.0 : : : ‘ 5‘.5 ‘ : : : 5}0 ‘ : I4.5 ‘ 4‘.0 ‘ - 3‘.5 ‘ : ‘ 3[0 ‘
TR _ _____L_ | u A~k R _ ppm
-0
4 £
E AT
3 4 :
] - ‘ 2
l ﬂ‘il é
-4 [ ‘ ‘H' E
' -3
—.f E) E
| ’ :
] ;_4
-5
-6
. F 4 —T
i J 1]
8
[rerrrrTeT [rerrrrTeT [rerrreTTT [rerrrrTeT [rerrrrTeT [rerrreTeT | [rerrrrTeT [
8 7 6 5 4 3 2 1 0 ppm
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ast7-26a-f4, 6

BRUKER
(<O

Current Data Parameter

s
aet7-26a-£f4,6
1
1

F2 - Acquisition Parameters

Date_
Time
INSTRUM
PROBHD

20111117

1.18

DPX400

5 mm QNP 1H/13

L Hz

Hz
& sec
20.850 usec
6.00 usec
295.2 K
2.00000000 sec
0.03000000 sec
1.80999998 sec
1
CHANNEL f1 =
NUC1 13c
Pl 8.00 usec
PL1 -2.60 dB
SFO1 100.6228298 MHz
CHANNEL £2 =
CPDPRG2Z waltzlé
NUC2 1H
PCPD2 80.00 usec
PLZ -1.50 dB
PL12 17.50 dB
PL13 17.50 dB
SF02 400.1316005 MHz

T T T T T
200 180 160 140 120

———t am e a oa g

T
0 ppm

F2 - Processing

32768
0.6127690

10

parameters

MHz

=
.6
KPNO 12
PROCHO 1
F? - Acguisition Parameters
Date_
Time
INSTR

FROBHD
FULPROG
o
SOLNV:
NE
os
SWH
FIDRES
AQ

EG

NT

| T T T | T T T
180 160 140 120 100 80 60

|
200
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FROCHO L

FZ - Acguimikica P
LS

ppmezz=-

@

CHAKKEL

400.1

100

—120 = e

75 70 65 6.0 55 50 45 40 35 30 25 20 15 1.0 05 0.0 ppm=
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Methyl (1r*,35*)-3-(2-(6-((tert-butoxycarbonyl)(methyl)amino)pyridin-2-yl)ethyl) cyclobutane-1-

—
N /
NN\
BC;Q/,,

i

]

carboxylate [Compound 48] “CO,Me
10.9
1 1
_— J. il i, - J;l I
= . ,
—:J_l , .
| « &S 5
j . - ‘?‘i - 2
LI :
1 . [ ] _ it
1 _d’ A W _ 3
; ;,.. ! g CEANKEL f1
1 e ' -4
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I
i M e
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8.0 75 7.0 6.5 6.0 55 5.0 45 40 35 3.0 25 20 1.5 1.0 05 ppm ~
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aet7-27

BRUKER
(<O

t Data Parameters
aet7-27

FZ - Acgquisition Parameters
011 3

Time

INSTRUM
PROBHD 5 mm QNP
PULPROG

T
SOLVENT
NS

TE 204.2 K
D1 2.00000000 sec

03000000 sec

B:EE usec
-2.60 d

100.6228298 MHz

CHANNEL £

400

T
200 180 160 140 120 100

200 180 160 140 120 100

80 60 40 20
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Curmant Data Faramstsrs
HANE wnil1-27
EXFHI 3
FROCHO

N . — ppm:

-

0.00000300 aec
1. 46518337 aac
0.00344828 =ec
0.00002000 ssc
0-00000400 ssc
0.00020000 ssc
0.00277478 msc
0.00003000 ssc

CHARNEL £1 m——

400.1

= CHAKNEL

8.00
100. 203140 »mx

w= GRADTENT CHANNEL
HAM SIRE. 100

HAME SIRE. 100
.00 &
30.00 %

40.10 %
1000.00 uasc

100

F1 - Aequiziticn parasstsrs
3

| | | | | | | | | | | | |
75 7.0 65 6.0 55 50 45 40 35 3.0 25 20 15

92



Methyl (5)-3-((1r*,3R*)-3-(2-(6-((tert-butoxycarbonyl)(methyl)amino)pyridin-2-yl)ethyl)cyclobutane-

N ]
N
Bo/cqj\/,,

L] w  NHsoph
K N =

(é]/ \/\Cone

1-carboxamido)-2-(phenylsulfonamido)propanoate [Compound 51]

| o
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aestT7-39-2

BRUKER
(<O

Current Data Parameters
NAME aet7-39-2
EXFPNO 11
PROCNO 1

F2 - Acquisition Parameters

Date_ 20111209
Time 19.04
INSTRUM DEX400
PROBHD 5 mm QNP 1H/13
PULPROG
TD
SOLVENT
N3
Ds
SWH Hz
FIDRES Hz
AQD sec
RG
oW usec
DE usec
TE K
D1 2.00000000 sec
dll 0.03000000 sec
DELTA 1.859999998 sec
TDO 1
CHANNEL f1 = ==
13
8.00 usec
-2.60 dB
100.6228298 MHz

CHANNEL f2 ==

400.

Processing

100.6

90 MHzZ

Hz

T T T T T
200 180 160 140 120 100

EXFNO
FROCHO

F2 - Acguisition Parameters
Date_
Tim
INSTRUM
FROBHD
FULPROG
TD
SOLVENRT

HE

CHANNMEL f1

8
100. 6228
CHANMEL £2

T | T T T
200 180 160 140 120 100 80
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BRUNE
E:Jm.-fnl. Data Pa -.1-4‘_‘—-3
PRazha i
bt . : J.| A l L ppm::- -

. I
. N
P O T 003
+ 0200002000 asc
= - 0. 00000400 aec
I 0-00020000 a=c
= 0000222478 amc
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& 3000 uame
L 0 da
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Methyl (S)-3-((1r*,3R *)-3-(2-(6-((tert-butoxycarbonyl)(methyl)amino)pyridin-2-yl)ethyl)cyclobutane-1-

—
N ]
N
BO/CQ/,,

|:|,’ H NHSO,Mes

. . . J/ oM
carboxamido)-2-(2,4,6-trimethylphenylsulfonamido)propanoate [Compound 52] Ve
o i
, r
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(3
1.4

_.
o
2
N
- 12
I;
-
o

L

ppm

-
&
-}

]
=
=

8.0 75 7.0 65 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 0.5 ppm
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aet7-47-2

edidcis | BRUKER
(>0

Current Data Parameters
NAME aet7-47-2
21
F2 - Acquisition Parameters
Date_ 20 1
Time 9.09
INSTRUM DPX400
PROEHD 5 mm QNP 1H/13
PULPROG
TD
SOLVENT
N3
D3
SWH 239
FIDRES 0
AQ 1
RG
oW
TE 2842 K
D1l 2.00000000 sec
di1 0.03000000 sec
DELTA 1.89999998 sec
TDO 1
CHANNEL f1 =
NUC1 13C
Pl 8.00 usec
PL1 -2.60 dB
SFO1 100.6228298 MHz
CHANNEL £2 =
CPDPRGZ waltzlé
Nuc2 1H
PCPD2
pPL2
PL12
PL13
SFO2 400
2 - Processing parameters
5 3276
SF 100.6127690 MHz
WowW EM
S55B 0
LB 1.00 Hz
GB 0
' ' ' ' I j ' ' I ' I ' I j I ' ' PC 1.40

| | | | |
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Methyl (S)-3-((1r*,3R*)-3-(2-(6-(methylamino)pyridin-2-yl)ethyl)cyclobutane-1-carboxamido)-2-

N J
NN

D H NHSO,Ph
, N = 2

/RSN
(phenylsulfonamido)propanoate [Compound 53] d/ cOMe

-1
=0
L4 E_ 1
4 :
# -8 '.'a’ ; IO 000023840 moc
.8 Q : E_ 2 — CEANNEL Il
—i [ ] w |‘ ® g_ 3 Is|1: 400.13
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aet7-48

BRUKER
(<O

Current
NAME
EXPNO
PROCHNO

Data Parameters
aet7-48

F2 - Acguisition Parame

Date_
Time
INSTRUM
PROBHD
PULPROG

SOLVENT
NS

Ds

SWH
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dil
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FZ - Processing paramet
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5 mm QNP
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walt
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-2.60 d
0.6228298 »

WHH
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Wt
mm
[F 0]
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ppmi.

80

100

-120

—140

8 7 6 5 4 3 2 1 0 -1

F2 -

Acquiaiticn ©
- n

0.00000400 =sc
0.00020000 ssc
0.00222478 =sc
0.00003000 =sc

fl m—

.00 dm
100. £203140 wmx

GRADIENT CHANNEL ===
GFHAM1 sTRE- 1010

Soo
=

50.00 %
30.00 %
40.10 %
100000 umsc

Fl - Acguiziticn parasmbesa
wol 2
™ 128
sFra1 100. £203 »mx
FIORES 130208338 ax
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Methyl (5)-3-((1r*,3R*)-3-(2-(6-(methylamino)pyridin-2-yl)ethyl)cyclobutane-1-carboxamido)-2-(2,4,6-

D

\H N\ J
trimethylphenylsulfonamido)propanoate [Compound 54]
e
1,0 1,0 1,0 1.0
= 3 g,i Orlg
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J /
i ANE
L I L e St ] Bt ]

I
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[
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I""'""I""""'I""""'I""""'I"'"'"'I"'"""I"""'"I""""'I"""_B

ppm

KAME
EXPNO 1
FROCRO

F2 - Acguisition Parameter:
20120106

Date_

INSTRUM
PROBHD
PULPROG

o
1
0.0
o
o

KUC1 1H
Fl 10.00 us

-1.50
400.1315125 MH:

== GRADIENT CHAKNEL ==-

SINE.100
SINE.100
SINE.100
16.00 %
12.00 &
40.00 &
1000.00 usi
Fl - Acguisiticn parameter:
Siski] 1
1D 128
SFO1 400.1315 MH:
FIDRES 27.278282
=W 2.726 pm
FnMODE QF
F2Z - Processing parameters
51 1024
SF 400.1300346 MH:
WoW SINE
S5B o
LE 0.00 Hz
GB 0
EC 1.40
Fl - Processing parameters
sI 1024
M2 OF
SF 400.1300346 MH:
WoW SINE
S5B o
LE 0.00 Hz
GE o
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aet7-45

- o -~ BRUKER

I_ | | [ (R
I | I
Current Data Parameters
aet
FZ - Acquisition Parameters
Date_ 20120106
Time 0.08
INSTRUM DEX400
PROBHD 5 mm QNP 1H/13
PULPROG 0
TD
SOLVENT
NS
DS
SWH
FIDRES
AQ
RG
oW
TE
D1 2.00000000 sec
dil 0.03000000 sec
DELTA 1.89999998 sec
TDO 1
CHANNEL f1 =
13C
8.00 usec
-2.60 dB
100.6228298 MHz
CHANNEL £2 =
waltzlé
1H
80.00 usec
400.1316005 MHz
F2 - Processing parameters
3276
100.6127690 MHz
EM
0
00 Hz
0
T .40

T T T T
200 180 160 140 120

i \ | L oL |
I | | I k 1

Curren

NAME
EXENO

- 1 - 1 - 1 - 1 - 1T 1T -~ T * T "~ T " 1
200 180 160 140 120 100 80

PROCNO

TRUM

IN
PROBHD

t Data Parameters
aetT-49

12

F2 - Acquisition Parameters
t 120106

CDCl3
512

4
23980.814
0.3650918
1.3664756
11585.2

CHANNEL f£2
wal
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Current Data FarameteIs
AME ast7-49
14

L ] JJ_M

1

5.0000000

coooooroa

mEBmEE G
BOOBDO 0D
Annnnnnn

CHAMMEL £2

33

nE

F1 Frocessing parametars
F SI 1032

MC2 aF

SF 80 MHz

4
F
a
E
a
a
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$)-3-((1r*,3R*)-3-(2-(6-(methylamino)pyridin-2-yl)ethyl)cyclobutane-1-carboxamido)-2-(2,4,6-
N
H \N /
D H L\lHSOzMes

. . C I o
trimethylphenylsulfonamido)propanoic acid [Compound 55] 2

Current Data Parameters
NAME HMS170130
I i ppm EXPNO 11

PROCKO

F2 - Acquisition Parameters
Dz 20170130
¢
.
wh 4 & 2
J' ' R T2
— ] " '
% & T 3
i &4
CR
] - ] 4 ~1.50 dB
400.1317658 MHz
GRADIENT CHANNEL ===
SINE.100
SINE.100
SINE.100
—_— 4 16.00 %
F5 17100 %
20,00 %
Fl - Acquisition paramet
®D0
128
L6 400.1318 MHz
25.564463 Hz
8.178 pon
QF
F2 - Processing parameters
_3 s -.I s 1024
: g 100.1300000 Mz
] LI | =7 wWoW SINE
SSE [
LB 0.00 nz
=] 0
PC 1.40
@ (1] F1 - Processing parameters
r 51 1024
8 nc2 oF
55 100.1300000 Mz
WO SINE
SSE
L B e e B L ERAREE RS R R RS = nod e
a

8 7 6 5 4 3 2 1 ppm =
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BRUKER
(<O

Current Data Parameters
NAME

F2 - Acgquisition Par
Date_ 2017
Time
INSTRUM DP
PROBHD mm QNP 1
PULPROG Zg
TD
SOLVENT
N5

DS

SWH
FIDRES
AQ

[

£9

CHANNEL

T T T T T T T T T T T T T T T T T T T T oo LLan

| |
200 180 160 140 120 100 80 60 40 20 0 ppm

100.

CHANNEL f2

400.1316

Processing pa

100.

L s S L B B ——
200 180 160 140 120 100 80 60 40 20 0 ppm
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aet9-11 MW=328? Compound 4 EPSRC National Centre Swansea
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL

adam throup

30/11/2012 15:29:41

BRASHE239-OV-HNESP #28-50 RT: 0.71-1.28 AV: 22 SM: 7G NL: 9.24E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100 329.1167

95
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35-
305
25-
205

15 373.0804
3 312.0903

351.0985

Relative Abundance

105
3 137.0956
55 197.4304 261.1310
B ‘ [ / L l I 455.0831
L JI: L .|Ill L l [ | II L "

679.

657.2254

2071

L

|

701.1890

O——r44
150 200 250 300 350 400 450 500
m/z

550

600

m " A T " M L
S e B s Iy [ ) I B B B

650

700

750

800



aet9-11 MW=3287 EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 30/11/2012 15:29:41
329.1167 NL:
100~ 9.24E6
90 BRASHE239-OV-HNESP#28-
= 50 RT:0.71-1.28 AV: 22 T:
. 20 FTMS + p NSI Full ms
o 704 [120.00-2000.00]
=] = Observed Data
S 60
> _
< 50=
(O] ]
2 40-
© =
DG:J 305
205 330.1200
105 331.1125
= |
G_ 329.1166 NL:
100 1.87E4
90§ C14H29 N2 Os SH:
807 C14H21N205S1
= Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
703 R: 100000 Res .Pwr . @FWHM
60-
50-
40-
305
20— 330.1195
105 331.1124
E 1 332.1158 333.1180
1T 17 T 1T 17 T T |

| |
328 329 330 331 332 333 334 335
m/z



| sot ope: Mn. .. Mx.

14 N 0....12

16 O 0....15

12 C 0....50

1H 0....65

23 Na 0....0

32 S 0....4

Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ PPN

329. 1167 329. 1166 0.4 5.5 C,H,CGN, S
329. 1166 0.4 11.0 Ca Hs Ny S
329. 1164 0.9 -3.0 C, H,; C, N,
329. 1164 1.0 2.5 C, H, G N
329. 1172 -1.6 14.5 C,, H, G,
329. 1173 -1.7 1.5 C H, CNS,
329. 1174 -2.2 4.5 Cs Hs N, S,
329. 1159 2.4 2.0 CHyC N, S,
329. 1159 2.5 15.0 Cyo His G N,
329. 1177 -3.1 7.5 C,H;C N,
329. 1177 -3.1 2.0 C, Hy G N
329. 1179 -3.7 10.5 CsH,C N, S
329. 1152 4.5 6.0 C,H,C NS

i
N
=
©
IS
of
i



aet9-9 MW=2587? Compound S EPSRC National Centre Swansea adam throup
(H20)/MeOH + NH40Ac LTQ Orbitrap XL 30/11/2012 15:22:52

BRASHE237-OV-HNESP #30-50 RT: 0.72-1.28 AV: 21 SM: 7G NL: 1.32E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100- 259.0750

95
90-
85-
807
75-
705
65-
60-
55
50-
NE 2810570 360.3239
407
35-
305 303.0389

Relative Abundance

371.1015

257 149.0230 338.3421
207 |

: 448.9993
e 226.9880 413.2663

= 170.1538

539.1236
531.0021
464.9942

508.9903

104

583.0876
613.0056 g5 3802

5

REIND
15 200 250 300 350 400 450 500 550 600 650 700
m/z




aet9-9 MW=258?
(H20)/MeOH + NH40AC

EPSRC National Centre Swansea adam throup
LTQ Orbitrap XL 30/11/2012 15:22:52

Relative Abundance

259.0750 NL:
1005 1.32E6
907 BRASHE237-OV-HNESP#30-
e 50 RT:0.72-1.28 AV: 21 T:
804 FTMS + p NSI Full ms
703 Observed Data [120.00-2000.00]
60-
50-
40-
305
20~
= 260.0783
10— 261.0708 262.9818
- | [
G_ 259.0747 NL:
100 1.96E4
90§ Ci1o0H14 N2 O4 SH:
E . _ C10H15N204 S
80E Theoretical Isotope Model: [M + H]+ 0 (gss, S /p:40) Chrg 1
70- R: 100000 Res .Pwr . @FWHM
60-
50-
40-
305
20~
o 260.0781
E 261.0705
- l 262.0740 263.0758
0 s s e ey e ey e e s B e B ) B s e s
258 259 260 261 262 263 264 265 266 267

m/z



| sot ope: Mn. .. Mx.

14 N 0....12

16 O 0....14

12 C 0....50

1H 0....65

23 Na 0....0

32 S 0....4

Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppn]

259. 0750 259. 0747 1.1 4.5 CoHsC N, S
259. 0754 -1.4 13.5 CeH, G,
259. 0754 -1.5 0.5 CHLCNS,
259. 0745 1.8 1.5 C, H, C N
259. 0759 -3.3 6.5 C,H C N,
259. 0759 -3.3 1.0 C, H; G N
259. 0740 3.7 1.0 CH;C N, S,
259. 0740 3.8 14.0 CeH C N,
259. 0760 -4.0 9.5 C,H, NS

i
i
s
[
o
i



aet9-13 MW=3007? Compound 6 EPSRC National Centre Swansea adam throup
(H20)/MeOH + NH40Ac LTQ Orbitrap XL 30/11/2012 15:26:17

BRASHE238-OV-HNESP #10-24 RT: 0.20-0.58 AV: 14 SM: 7G NL: 1.42E7
T: FTMS + p NSI Full ms [120.00-2000.00]
100 301.1212

95
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
355
30- 601.2342

257 623.2160
205
152 345.0849
105 645.1979
5o 137.0954 1859948 268.9981 483.1601

Relative Abundance

323.1030

. 371.1005 497 0875
G: ‘ | " J.IIL 1 I I " I \u m || |.|||. I.. [ I. . l L L |4 |.|.| . L .J“. L
T 7 T ] 7 Tl T

L
T I B B I I B B B B O N I I I N S N S B

|
150 200 250 300 350 400 450 500 550 600 650 700
m/z



aet9-13 MW=300?
(H20)/MeOH + NH40AC

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup
30/11/2012 15:26:17

Relative Abundance

100+
90-
807
705
60-
50-
40-
305
205
105

301.1212

302.1244

303.1169
|

Observed Data

o3
100
90-
807
705
60-
50-
40-
305

20—

301.1217

302.1246

303.1175
| 304.1209

Theoretical Isotope Model: [M + H]+

305.1231

JLARRY LA RAR) AR A R
301 302 303 304

m/z

305

NL:
1.42E7

BRASHE?238-OV-HNESP#10-
24 RT:0.20-0.58 AV: 14 T:
FTMS + p NSI Full ms
[120.00-2000.00]

NL:
1.90E4

C13H20 N2 O4 SH:
C13H21N204 S

p (gss, s /p:40) Chrg 1

R: 100000 Res .Pwr. @FWHM



| sot ope: Mn. .. Mx.

14 N 0....12

16 O 0....14

12 C 0....50

1H 0....65

23 Na 0....0

32 S 0....4

Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppn]

301. 1212 301. 1210 0.7 1.0 C,HeC N, S,
301. 1210 0.8 14.0 Co His C N,
301. 1215 -0.9 1.5 C, H, C N
301. 1217 -1.5 4.5 C,H, CN, S
301. 1203 3.0 5.0 C,HyCGN S
301. 1201 3.6 2.0 C,H G N,
301. 1223 -3.7 13.5 C,, H, G,
301. 1223 -3.8 0.5 CH, CNS,
301. 1198 4.5 -1.0 C C,N, S



aet9-16 MW=314?
(MeOH)/MeOH + NH40Ac

Compound 8

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup
30/11/2012 15:19:26

Relative Abundance

100+
90-
807
705
60-
50-
40-
305
205
105

315.1377

Observed Data

317.1728

316.9837

316.1412

318.1762 318.9694
| |

7 314.3423
G_ |

100
90-
807
705
60-
50-
40-
305

20—

315.1373

Theoretical Isotope Model: [M + H]+

316.1403

317.1331
L 318.1366 319.1389

T T T
316 317 318 319 320
m/z

NL:
5.64E4

BRASHE?236-OV-HNESP#33-
51 RT:0.78-1.29 AV:19T:
FTMS + p NSI Full ms
[120.00-2000.00]

NL:
1.88E4

C14H22 N2 O4 SH:
C14H23N204S1

p (gss, s /p:40) Chrg 1

R: 100000 Res .Pwr . @FWHM



| sot ope: Mn. .. Mx.

14 N 0....12

16 O 0....14

12 C 0....50

1H 0....65

23 Na 0....0

32 S 0....4

Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppni

315. 1377 315. 1380 -0.8 13.5 C,, Ho G,
315. 1380 -0.9 0.5 C, H,C NS,
315. 1373 1.3 4.5 C,H.,C N, S
315. 1371 1.8 1.5 C, Ho C N,
315. 1385 -2.4 6.5 C,H;C N,
315. 1385 -2.4 1.0 CH,, G N
315. 1386 -3.0 9.5 Cs Ho Ny S
315. 1366 3.3 1.0 C H,, C, N, S,
315. 1366 3.4 14.0 Cpo H, G N,
315. 1391 -4.6 -3.0 C,H,CN,S



PA1-49 MW=496?
ASAP(SOLID)

Compound 17

EPSRC National Centre Swansea

LTQ Orbitrap XL

Throup

06/11/2012 11:32:08

BRASHE228-PG-HASP #127-133 RT: 3.64-3.81 AV:7 SM: 7G NL: 3.80E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

Relative Abundance

100
95
90
85
80
75
70
65
60
55
50
45
40
35
30
25
20
15
10

5

o

143.0161

117.0909

I

161.0960

179.1066

241.0643

219.1746
257.2477

' L
1

A‘.,Jl‘ I

1Ll

323.1506

355.1766

391.2845

497.1852

1

.‘.H} hl,m,l...

\“\ Ll
| f f

h“.ll.\m‘
| T

50 200 250

T
550

o
600



PA1-49 MW=4967? EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 11:32:08

BRASHE228-PG-HASP #127-133 RT: 3.64-3.81 AV:7 SM: 7G NL: 3.80E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 323.1506
95
90
85 143.0161

80

75

20 161.0960

65

60

55

50

45

Relative Abundance

40
241.0643
35

30

25 158.1538

20

179.1066 219.1746 339.1818
117.0909 235.1694 257.0477

15
10

5

o

'HH[“[[L“ \A[ HHJ’ | I‘I\H‘ ’J‘H\‘t1“1.|‘n1“‘l“lxu.’"..Al‘ x’lHA L“ (1 Nl ‘””‘u ‘il“h‘Al ‘\ J‘Jl‘ b AN ¥ 1 NV \““

JHllh ‘
120 140 160 180 200 220 240 260 280 300 320 340
m/z



PA1-49 MW=4967? EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 11:32:08

BRASHE228-PG-HASP #127-133 RT: 3.64-3.81 AV:7 SM: 7G NL: 1.26E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 497.1852
95
90
85
80
75
70
65
60
55
50 355.1766

45 339.1818

Relative Abundance

40
35 391.2845
30
25
20
513.2166
15
10

5

L ‘\
I N L L L I L

. L —— ‘ N | ’I'l

Ll l.
I

o

\ \ \ [T
380 400 420 440 460 480 500 520 540 560 580 600
m/z

\
340 360



PA1-49 MW=496?
ASAP(SOLID)

EPSRC National Centre Swansea
LTQ Orbitrap XL

Throup
06/11/2012 11:32:08

SM:

Relative Abundance

7G

100

= N w & a o2} ~ o] (<}
TSRO s P 0T O OO
I NN e

497.1852

498.1886

Observed Data

NL:
1.26E6

BRASHE228-PG-HASP#127-
133 RT:3.64-3.81 AV:7T:
FTMS + p APCI corona Full ms
[100.00-800.00]

100

- N W B [6)] [e2] ~ o] (]
T T T P D D T T T
L e e e e e e e

o

497.1853

498.1883

Theoretical Isotope Pattern: [M+H]+

499.1913
) 500.1844

NL:
1.65E4

Co5 Hog N4 O5 SH:
CosH29N4O5S+

p (gss, s /p:40) Chrg 1

R: 100000 Res .Pwr . @ FWHM

b
e O B B

500.0 500.5

501.1865
I
501.0



Isotope:
14 N

16 O

12 C
1H

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

497.1852

Theoretical

Mass
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.

1851
1851
1853
1853
1854
1848
1856
1847
1847
1846
1858
1858
1845
1860
1860
1860
1862
1842
1840
1840
1840
1865
1865
1865
1865
1838
1838
1867
1867
1867
1867

..16

..15

..80
.100

. Max.

.00 ppm

100

o O W W

N-Rule:
Charge:

RDB

5.0
10.5
19.0
13.5
0.5
7.5

4.5
10.0
23.0

o

~N N N .

o .. « Ol 01O WU
o u; o

N N e e N e i R S
ISR . .o
o U O

Do not use

Composition
Clﬁ H’ﬂ Ol’% N’%
C'l7 H?S OB N'IO
C74 H?'& N'l] S'l
C75 H?Q 05 N4 S'l
ClO H’%'& O‘S Nl? S’%
C75 H’%7 04 S'%

C'% H77 0'14 N'15
C17 H’%'& O7 NG S?
C16 H77 O? Nl’% S?
C'H H?'& O? N‘S
ClO H?S OG Nlﬁ S]
C'l'l H?'l O'l'l N‘? S'l
CO H?Q O]D Nl? S]
C'%’% H?S O'% N?
Clﬁ H?O O'% NlO S?
Cl‘? H’%S OB N'% S?
C76 H’%'& N4 S'%

C'H H?'l O'l N'l S?
CB H'H 04 N'IS S'&
C74 H’%'& OO Sl

C?? H77 04 N7 S'l
C'IE H?'l 04 N'14
C'l‘? H77 OQ N7
C?O H’%'& 014

C4 H'H O‘? N'IS S?
C16 H?O Ol? N6
C'15 H?'& O7 N'l?
C76 H?S Ol NB Sl
C77 H?'l OG N'l S'l
CH H?O Ol Nlﬁ S’%
C _ H,. O N, S

N

35

o
©
w)



Mass

Theoretical

Mass
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.
497.

1835
1870
1833
1833
1833
1833
1833
1872
1872
1831
1873
1874
1875
1828

Delta
[ppm]

-3.6
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PA1-47 MW=5387? Compound 18 EPSRC National Centre Swansea Throup
ASAP(DCM) LTQ Orbitrap XL 06/11/2012 11:41:24

BRASHE229-PG-HASP #34-36 RT: 0.95-1.01 AV:3 SM:7G NL: 1.17E7
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 185.0629 323.1501

95
90
85
80
75
70
65
60

55 242.1286

283.1110

50— 121.1009

45

Relative Abundance

539.2314
40

335.1500
35
167.0522

30
25
577.1333
20

15
355.1761
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PA1-47 MW=5387? EPSRC National Centre Swansea Throup
ASAP(DCM) LTQ Orbitrap XL 06/11/2012 11:41:24

BRASHE229-PG-HASP #34-36 RT: 0.95-1.01 AV:3 SM:7G NL: 1.17E7
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 185.0629 323.1501

95
90
85
80
75
70
65
60

55 242.1286

283.1110

50 121.1009

45

Relative Abundance

40
335.1500
35
167.0522

30
25
20
15
355.1761
10

5

I — \‘\“\ ’H'”MIMI T ’\“' \‘\‘J\ ‘\l . T "“ sty I T T e B j ‘\“\‘\ \ ‘\” T \‘\‘\“\ by T T

(1 |
‘ \
120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440
m/z

o




PA1-47 MW=5387 EPSRC National Centre Swansea
ASAP(DCM) LTQ Orbitrap XL

Throup
06/11/2012 11:41:24

BRASHE229-PG-HASP #34-36 RT: 0.95-1.01 AV:3 SM: 7G NL: 4.74E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 539.2314
95
90
85
80
75
70
65
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55

50 577.1333
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PA1-47 MW=5387? EPSRC National Centre Swansea Throup

ASAP(DCM) LTQ Orbitrap XL 06/11/2012 11:41:24
SM: 7G
539.2314 NL:
1005 4.74E6
90— BRASHE229-PG-HASP#34-36
. RT:0.95-1.01 AV:3T:FTMS
80~ + p APCI corona Full ms
. [100.00-800.00]
m Observed Data
o 707
(&) —
= .
S 60—
c |
=] -
2 504
e -
g 405
& .
307 540.2348
20—
10-
= b
539.2323 NL:
1005 1.60E4
90 Cog Hzs N4 O5 SH:
- C2sH3sN4O5S+
80 p (gss, s /p:40) Chrg 1
70; Theoretical Isotope Pattern: [M+H]+ R: 100000 Res .Pwr. @FWHM
60—
50—
40—
= 540.2353
30+
20—
10— 541.2384
. M 542.%314 543.2337
L e s s s B B B B B L L L B B s B B T N e L N A I

1 1
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Isotope:
14 N

16 O

12 C
1H

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

539.2314

Theoretical

Mass
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.

2314
2316
2316
2316
2311
2318
2310
2309
2309
2307
2307
2321
2321
2323
2323
2323
2305
2303
2303
2303
2302
2302
2326
2301
2328
2328
2329
2330
2330
2298
2331

..15
.80

.. Max.

.16

.100

.00 ppm

100 N-Rule:

Charge:

Delta RDB
[ppm]
-0.1 1.5
-0.3 23.0
-0.4 10.0

o |
o
o o.
IS
o
J -
w
o

-0.7 7.5
0.8 1.0
0.9 8.5
0.9 14.0
1.2 5.5
1.2 11.0
-1.3 10.5
-1.3 5.0
-1.6 19.0
-1.6 13.5
-1.7 0.5
1.8 8.0
2.1 -0.5
2.1 5.0
2.1 10.5
2.2 18.0
2.2 23.5
-2.2 -2.0
2.4 2.0
-2.5 6.5
-2.5 1.0
-2.8 22.5
-2.9 9.5
-2.9 4.0
3.0 17.5
-3.2 12.5

Do not use

1

Composition
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Mass

Theoretical

Mass
539.
539.
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539.
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539.
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aet9-40 MW=510?  Compound 19 EPSRC National Centre Swansea adam throup
(DCM)/MeOH LTQ Orbitrap XL 04/04/2013 08:39:38

BRASHE253-OV-HNESN #3-7 RT: 0.37-0.74 AV:5 SM: 7G NL: 2.25E4
T: FTMS - p NSI Full ms [120.00-2000.00]

100, 1971234 545.1618
957
90-
857 509.1854
807
755
707
65-
60-
55
50-
457
40-
35- 1055.3523
30 248.1624

25 1332.9984

20 1919.5212
e 311.6325

103

191.5390 863.0620

Relative Abundance

628.3707 1017.8851 1113'31121321 073 1520.5334
341.1754  728.7863 ‘ ' 1573.9033

TN R T BT A

200 400 600 800 1000 1200 1400 1600 1800 2000
m/z
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aet9-40 MW=5107? EPSRC National Centre Swansea adam throup
(DCM)/MeOH LTQ Orbitrap XL 04/04/2013 08:39:38

BRASHE253-OV-HNESN #3-7 RT: 0.37-0.74 AV:5 SM:7G NL: 1.89E4
T: FTMS - p NSI Full ms [120.00-2000.00]

100~ 509.1854

95
907
857
80
755
707
657
607
56
505
457
40-
355
30
255
20
155
103
55 511.1814

Relative Abundance

510.1888
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Isotope:
12 C
1H

14 N

16 O

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

509.1854

Theoretical

Mass
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.
509.

1853
1856
1856
1851
1857
1851
1851
1858
1858
1849
1849
1859
1846
1862
1862
1844
1844
1864
1864
1844
1844
1864
1842
1842
1867
1839
1869
1838
1871
1837
1837

..60
..70
..15

.15

. Max.

.00 ppm

N-Rule:
Charge:

RDB

18.0
2.5

2.0
24.0
9.5
15.0
11.0

© = o Ul
iy PR T
o e U,
o o

P NP RFPDNDOOO R WO

o O U O

Do not use

Composition
C'%? H’ﬂ Ol Nl S?
ClO H?Q OlO N]? Sl
C'l'l H?S O'lﬁ N5 S'l
CQ H'H 04 N'IS S'&
C'%? H?'& O? N‘S
C75 H’%'& OQ Sl

C74 H77 04 N7 S'l
C17 H77 O? Nl’% S?
Clﬁ H’%'& O7 NG S?
C17 H?Q Ol? N6
C16 H?'& O7 Nl’%
C76 H’%7 04 S'%
C74 H’%S O'% N'% S'%
Clﬁ H?S OB NlO
C'l‘? H?'l O'l? N?
C'l7 H?7 O'l'l N? S?
C16 H’ﬂ OG NQ S?
C75 H?'& N'l] S'l
C76 H?Q O‘S N4 Sl
C'H H77 OG Nl

C'%O H?l Ol NB

CH H’%'& O‘S Nl? S’%
CO H'%’% O]A NB Sl
CB H77 O‘? N'IS S'l
C4 H77 O'l4 N'15
C'%O H?O N4 S?
C'l? H?'l O'l'l N‘? S'l
CB H'%B OE NH S'%
C'%A H?S O'% N?
C?’% H’ﬂ OB N'% Sl
C_ H_O,N_S

N
N
N
2
w)
)



Mass Theoretical Delta RDB Composition

Mass [ppm]

509.1871 -3.3 10.5 C,, H,y O, N S,
509.1871 -3.3 5.0 C,, H,, O, N, S,
509.1836 3.6 7.0 C,. H_ 0. N,
509.1873 -3.7 13.5 C, H N, S,
509.1833 4.2 9.5 C,, H, 0, N_S,
509.1876 -4.3 16.5 C, H, O, N,
509.1876 -4.3 11.0 C,, H,, O, N,
509.1876 -4.3 5.5 c, H, 0,
509.1876 -4.3 -2.0 C,H, O/ N._S,
509.1831 4.6 1.0 C,. H_ O, N, S
509.1831 4.6 6.5 c,,H,0 N, S
509.1878 -4.6 19.5 C,, H, O N_ S
509.1878 -4.6 14.0 C,, H,, O N S
509.1830 4.6 19.5 C,, Hy. O. N,
509.1830 4.6 25.0 C,q Hyg N
509.1878 4.7 1.0 C,, H,O N, S,
509.1829 4.9 -2.0 C,H,_ O N_ S
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aet9-19 MW=5527? Compound 20 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 14/01/2013 16:40:17

BRASHE246-OJ-HNESP #37-50 RT: 0.95-1.29 AV: 13 SM: 7G NL: 2.62E7
T: FTMS + p NSI Full ms [120.00-2000.00]

100
95
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35-
305
25-
205
155

553.2469

Relative Abundance

3 575.2282
105 239.1179

T
200 300 400 500 600

5= i 371.1013
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aet9-19 MW=5527? EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 14/01/2013 16:40:17

BRASHE246-OJ-HNESP #37-50 RT: 0.95-1.29 AV: 13 SM: 7G NL: 2.62E7
T: FTMS + p NSI Full ms [120.00-2000.00]

100- 553.2469

957
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
353 554.2497

Relative Abundance

305
25-
205
155

= 575.2282
10;

5 555.2522
E 569.2414 ©76.2316
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aet9-19 MW=5527? EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 14/01/2013 16:40:17
553.2469 NL:
1005 2.62E7
90 BRASHE246-0J-HNESP#37-
E 50 RT:0.95-1.29 AV:13T:
. 20 FTMS + p NSI Full ms
S 207 [120.00-2000.00]
= -
8 3 Observed Data
c 60i
> -
< 503
2 403
£ 403 554.2497
DG:J 305
20-
105 555.2522
= | .
B 553.2479 NL:
100 1.58E4
90§ Co9 H3g Ng O SH:
E _ C29H37N4O5S1
805 Theoretical Isotope Model: [M + H]+ 0 (gSs, s /p:40) Chrg 1
70- R: 100000 Res .Pwr . @FWHM
60-
50-
403
E 554.2509
30-
205
105 555.2541
= [ 556.2470 557.2494 558.2517
0 e N S e s e B e e e s B B B B
552 553 554 555 556 557 558 559 560 561

m/z



| sot ope: Mn. .. Mx.

14 N 0....14

16 O 0....15

12 C 0....60

1H 0....80

23 Na 0....0

32 S 0....5

Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use

Fits: 200 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppn]

553. 2469 553. 2468 0.2 -1.5 CyHo G N, S,
553. 2468 0.2 4.0 CpoHi G N S,
553. 2468 0.3 17.0 CyyHy C, N, S,
553. 2471 -0.3 1.5 C,H, Co N, S
553. 2466 0.6 8.5 CyeHi G S
553. 2466 0.6 14.0 C,, Hs G, N, S
553. 2472 -0.6 23.0 Co Hyy G NS
553. 2473 -0.7 10.0 Cpo His G, N, S,
553. 2473 -0.7 4.5 C, Hy G NS,
553. 2464 0.9 5.5 Cyo Hiy Cu N,
553. 2464 0.9 11.0 Cpo Hyy G N,
553. 2474 -1.0 7.5 CoHsC, S,
553. 2461 1.4 8.0 C,HaCG N, S,
553. 2477 -1.5 10.5 C,, Hia G N,
553. 2477 -1.5 5.0 C,, Hyg Cu N,
553. 2459 1.8 -0.5 CpoHsCu N, S,
553. 2459 1.8 5.0 Cio Hig G Ny S,
553. 2459 1.8 18.0 C,, Hyg G N,
553. 2479 -1.8 19.0 Cy Hyy N, S;
553. 2459 1.8 23.5 Coy Hyy G Ny
553. 2479 -1.8 13.5 Cyo Hy, G N, S
553. 2480 -1.9 0.5 C,Hy G N, S,
553. 2481 -2.2 3.5 C, HsC N, S,
553. 2455 2.6 -1.0 CoH, G N S,
553. 2454 2.6 4.5 CeHu N, S,
553. 2454 2.7 17.5 C,H, N, S,
553. 2484 -2.8 1.0 Cs Hy Cu Ny S;
553. 2452 3.0 9.0 Cy Hig Co N, S)
553. 2452 3.0 14.5 Cs Hiy G N, S
553. 2486 -3.0 22.5 C,, Hiy G N,
553. 2486 -3.1 9.5 C, H, G, N, S,



Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppni
553. 2486 -3.1 4.0 CuHi G N, S,
553. 2451 3.3 6.0 Cig His Cu Ny
553. 2488 -3.4 12.5 Cpo Ha N, S,
553. 2488 -3.5 -0.5 Cs His N, S
553. 2448 3.9 8.5 Cy Hy G N S,
553. 2491 -3.9 15.5 C,, He C, N,
553. 2491 -3.9 10.0 C,y His Gy N,
553. 2491 -3.9 4.5 C,, H,C,
553. 2446 4.2 0.0 CeHiuCu NS,
553. 2446 4.2 5.5 C, H, G N, S,
553. 2445 4.3 18.5 C, Hia G N,
553. 2493 -4.3 18.5 Cpo Hia C N S)
553. 2445 4.3 24.0 C,, Hy N,
553. 2493 -4.3 13.0 C,, Hyg G N, S)
553. 2493 -4.3 0.0 Cis Hia G Ny S,
553. 2444 4.5 -3.0 Cpo Mg Ca N, S)
553. 2495 -4.7 3.0 C,H,CGN,; S,
553. 2443 4.7 2.5 Cy Hi C N, S
553. 2496 -4.9 -2.5 C, H, C.. N
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Compound 21
AET9-3 MW=5007? p EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:24:50

BRASHE235-PG-HASP #33-40 RT: 0.92-1.12 AV:8 SM: 7G NL: 5.61E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 327.1816
95
90
85
80
75
70
65
60
55
50

501.2161
45

270.0431

Relative Abundance

40
35

30 241.0641

25

20 359.2076

469.2000

10

5

o

283.1112
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AET9-3 MW=5007
ASAP(SOLID)

EPSRC National Centre Swansea
LTQ Orbitrap XL

Throup
06/11/2012 12:24:50

BRASHE235-PG-HASP #33-40 RT: 0.92-1.12 AV:8 SM: 7G NL: 5.61E6

T: FTMS + p APCI corona Full ms [100.00-800.00]

Relative Abundance

100
95
90
85
80
75
70
65
60
55
50
45
40
35
30
25
20
15
10

5

o

143.0159

185.0630

241.0641

‘I~AH.H

270.0431

261.1598

Lol
[ |

283.1112

L

Ll

327.1816

359.2076

343.1765

Aol

W

220
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240

1 ‘1
260
m/z
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AET9-3 MW=5007? EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:24:50

BRASHE235-PG-HASP #33-40 RT: 0.92-1.12 AV: 8 SM: 7G NL: 2.60E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 501.2161
95
90
85
80
75
70
65
60
55
50

s 359.2076

Relative Abundance

40

35 469.2000

30 427.1532

25

20
543.2632

391.2842 475.4142 609.3071

15
10

5
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AET9-3 MW=5007? EPSRC National Centre Swansea Throup

ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:24:50
501.2161 NL:
100; 2.60E6
90— BRASHE235-PG-HASP#33-40
. RT:0.92-1.12 AV:8 T: FTMS
80~ + p APCI corona Full ms
= [100.00-800.00]
o 704 Observed Data
€ -
3 60—
c |
2 -
2 504
e 3
g 405
o .
T 30°
= 502.2194
20—
10—
0~ b
501.2166 NL:
1005 1.65E4
90— Co5H3z2 N4 O5 SH:
a CosH33sN4O5 S+
80 p (gss, s /p:40) Chrg 1
- R: 100000 Res .Pwr . @ FWHM
70 Theoretical Isotope Pattern: [M+H]+
60~
50
40~
30— 502.2196
20~
10~
. 503.2226
m M 504.2157
B e 1 s Bt B B 5t B e s sy By B s IO ) DU B S RS S
500.5 501.0 501.5 502.0 502.5 503.0 503.5 504.0 504.5

m/z



Isotope:
14 N

16 O

12 C
1H

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

501.2161

Theoretical

Mass
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501

.2161
.2160
.2160
.2159
.2158
.2164
.2164
.2166
.2166
.2167
.2155
.2153
.2153
.2153
.2151
.2151
L2171
L2171
L2173
L2173
L2173
.2148
L2175
L2146
L2146
L2146
L2146
L2146
L2144
L2178
L2178

..15
.80

.. Max.
.16
.100
.00 ppm
100 N-Rule:
Charge:
Delta RDB
[ppm]
-0.1 5.5
0.3 2.5
0.3 8.0
0.3 21.0
0.6 -0.5
-0.7 8.5
-0.7 3.0
-1.0 17.0
-1.0 11.5
-1.1 -1.5
1.3 15.0
1.6 -1.0
1.6 6.5
1.6 12.0
2.0 3.5
2.0 9.0
-2.0 4.5
-2.0 -1.0
2.3 20.5
-2.4 7.5
-2.4 2.0
2.6 6.0
-2.8 10.5
2.9 -2.5
2.9 3.0
3.0 8.5
3.0 16.0
3.0 21.5
3.3 0.0
-3.3 13.5
3.3 8.0

Do not use

1

Composition
C75 H4'l 04 S'&
C'l7 H?7 O7 NG S?
C16 H’ﬂ O? Nl’% S?
C'H H77 O? N‘S

CO H'%’% O]D Nl? S]
C17 H?O OB NlO
Clﬁ H’%S Ol’% N’%
C74 H77 N'l] S'l
C75 H?'& 05 N4 S'l
ClO H’%7 O‘S Nl? S’%
C'H H?S O'l N'l S?
CB H'%B 04 N'IS S'&
C74 H’%7 OO Sl

C?? H?'l 04 N7 S'l
C16 H’%'& Ol? N6
C'15 H77 O7 N'l?
ClO H?O OG Nlﬁ S]
C'l'l H?S O'l'l N‘? S'l
C'%’% H?O O'% N?
Clﬁ H’%'& O'% NlO S?
Cl‘? H’%O OB N'% S?
C?’% H’%O O'% N'% S'%
C76 H’%7 N4 S'%
C'16 H4'l O'l'l N? S?
Clﬁ H’%S OG NO S?
C14 H?O Ol Nlﬁ S?
C'%O H’ﬂ OG Nl

C?Q H?S Ol NB

C7 H'H O‘? N'IS S'l
C'IE H?S 04 N'14
C,H, O N

©
w
©
)



Mass Theoretical Delta RDB Composition

Mass [ppm]

501.2178 -3.4 2.5 C,, H,, 0,
501.2180 -3.7 16.5 C, H,O N, S
501.2180 -3.7 11.0 C, H,_O N S
501.2180 -3.8 3.5 C, H,O N,
501.2180 -3.8 -2.0 C,H, O N, S
501.2141 4.0 15.5 C, H_N,S,
501.2139 4.3 7.0 C, H,_O,N,S
501.2139 4.3 12.5 C, H, O, N,
501.2138 4.7 4.0 c,H, O N,
501.2137 4.7 9.5 C,H_O N,
501.2185 -4.7 4.0 C,H, O N,
501.2185 -4.7 -1.5 C_.H_O N

w
w
3
N
EN

Ne= =
w)

w)

0



AET9-4 MW=5427 Compound 22 EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:17:45

BRASHE234-PG-HASP #45-50 RT: 1.26-1.41 AV: 6 SM: 7G NL: 1.58E7
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 327.1818
95
90
85
80
75
70
65
60
55
50

45
359.2078

Relative Abundance

40
35
30
25

185.0631

20
543.2633

15
257.2476
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AET9-4 MW=5427 EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:17:45

BRASHE234-PG-HASP #45-50 RT: 1.26-1.41 AV:6 SM: 7G NL: 1.58E7
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 327.1818
95
90
85
80
75
70
65
60
55
50

45

Relative Abundance

359.2078
40

35
30
25
185.0631
20
15

257.2476

10 343.1766
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AET9-4 MW=5427 EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:17:45

BRASHE234-PG-HASP #45-50 RT: 1.26-1.41 AV: 6 SM: 7G NL: 2.61E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 543.2633
95
90
85
80
75
70
65
60
55
50

45

Relative Abundance

40
35
30
25
20

15 391.2843

512.9810
10 614.1619

5

‘\||\|\ ) (|

o

380 400 420 440 460 480 500 520 540 560 580 600 620 640
m/z



AET9-4 MW=5427 EPSRC National Centre Swansea Throup

ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 12:17:45
SM: 7G
543.2633 NL:
100; 2.61E6
90 E BRASHE?234-PG-HASP#45-50
. RT:1.26-1.41 AV:6 T: FTMS
805 + p APCI corona Full ms
] Observed Data [100.00-800.00]
o 701
(&) —
= .
S 60—
c |
=] -
2 504
e 3
g 405
o 7
c 307
B 544.2668
20
107
0: fl [}
543.2636 NL:
100 1.60E4
90 Cog H3g N4 O5 SH:
- C2sH39N40O5S+
80 p (gss, s /p:40) Chrg 1
- R: 100000 Res .Pwr . @ FWHM
70; Theoretical Isotope Pattern: [M+H]+
60—
50~
40—
= 544.2666
30—
20—
10— 545.2697
o | 046.2627 547.2650
T T T I U T L L L L B L L B L L B I L B B L B B IR B
542 543 544 545 546 547

m/z



Isotope:
14 N

16 O

12 C
1H

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

543.2633

Theoretical

Mass
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.

2634
2634
2631
2636
2636
2636
2629
2629
2629
2627
2641
2641
2624
2642
2643
2643
2623
2622
2622
2644
2620
2620
2647
2647
2647
2618
2649
2649
2649
2649
2616

..16

..15

..80
.100

. Max.

.00 ppm

100

Delta
[ppm]

N-Rule:
Charge:

Do not use
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Mass

Theoretical

Mass
543.
543.
543.
543.
543.
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543.
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543.
543.
543.
543.
543.
543.
543.

2616
2616
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2609
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aet9-20-1 MW=5567 Compound 24 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 14/01/2013 16:43:46

BRASHE247-OJ-HNESP #27-50 RT: 0.72-1.28 AV: 22 SM: 7G NL: 7.74E7
T: FTMS + p NSI Full ms [120.00-2000.00]

100
95
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35-
305
25-
205
155
105

557.2781

Relative Abundance

5- 579.2596
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aet9-20-1 MW=5567 EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 14/01/2013 16:43:46
557.2781 NL:
1005 7.74E7
907 BRASHE247-0J-HNESP#27-
E 50 RT:0.72-1.28 AV: 22 T:
. 20 FTMS + p NSI Full ms
8 703 [120.00-2000.00]
G - Observed Data
2 604
>S5 -
< 503
Qo -
£ 403 558.2809
DG:J 305
20
105 559.2833
RE l .
g 557.2792 NL:
100 1.58E4
90§ Co9 Hso N4 Os SH:
80- C9Ha1 N4 Os Sy
3 ) p (gss, s /p:40) Chrg 1
703 Theoretical Isotope Model: [M + H]+ R: 100000 Res .Pwr . @FWHM
60-
50-
40-
3 558.2823
30
205
105 559.2854
= i 560.2783 561.2808 562.2830
O||||||||||||||||||||||||||||||||||||||||||||||||||||

556 557 558 559 560 561 562 563 564 565 566
m/z



| sot ope:
14 N

16 O

12 C
1H

23 Na
32 S .
Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use
Fits: 200 Char ge: 1

.. 14
.. 15
.. 60
.80

©cocoocooxg

Mass Theor et i cal Del ta
Mass [ PP

557. 2781 557. 2781 0.0
557. 2781 0
557. 2779 0.
557. 2779 0.
0
0
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Conposi tion

Del ta

Theoretica

Mass

Mass

NN
~ ©U) ) o oH om0 S«
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2.0
10.5
-2.5
6.5
-2.0
3.5
16.5
22.0
13.5
8.0
2.5
16.5
11.0
-2.0
0.5
1.0
-2.5
10.5

[ ppn]
-3.2
-3.6
-3.6
3.7
4.0
4.0
4.0
4.1
-4.4
-4.5
4.5
-4.8
4.8
4.9

557. 2799
557. 2801
557. 2801
557. 2761
557. 2759
557. 2759
557. 2758
557. 2758
557. 2804
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557. 2806
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557. 2806
557. 2756
557. 2808
557. 2754
557. 2754



aet7-16 MW=2277 CompOund 25 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 05/12/2011 13:10:59

BRASHE162-PV-HNESP #21-32 RT: 0.86-1.18 AV: 12 SM: 7G NL: 1.50E7
T: FTMS + p NSI Full ms [120.00-2000.00]
(00, 2281499
95—
90
85
80—
75-
70—
65—
60
55
50—
45—
40—
35—
30
25-
20—
15—
10—
5- M\A 314.1869
L

Relative Abundance

477.2742
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aet7-16 MW=2277 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 05/12/2011 13:10:59

BRASHE162-PV-HNESP #21-32 RT: 0.86-1.18 AV: 12 SM: 7G NL: 1.50E7
T: FTMS + p NSI Full ms [120.00-2000.00]

100
95—
90
85
80—
75-
e 211.1234

228.1499

65—
60
55
50—
45—

Relative Abundance

40— 250.1319
35—
30
25-
20—
15—
10—
5- 149.0233

144.0681

169.0761

185.1075 240.1498 266.1058
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aet7-16 MW=2277 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 05/12/2011 13:10:59

BRASHE162-PV-HNESP #21-32 RT: 0.86-1.18 AV: 12 SM: 7G NL: 1.50E7
T: FTMS + p NSI Full ms [120.00-2000.00]

100
95—
90
85
80—
75-
70—
65—
60
55
50—
45—
40—
35—
30
25-
20—
15—
10—

5

228.1499

Relative Abundance

229.1530

O H\‘H\‘\H‘\H‘H\‘\H‘H\‘H\‘H\‘H\‘H\‘\H‘H\‘\H‘H\‘H\‘H\‘H\‘H\‘\H‘l\% %\'H‘H\‘H\‘\H‘H\‘H\‘H\‘\H‘\H‘H\.‘H\‘\H‘H\‘H\‘H\‘\H‘\H‘\H‘H\‘\H‘H\‘H\‘H\‘\H‘\H‘\H‘H\‘\H‘H\‘H\‘H\‘\
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m/z



Mass Theoretical Delta RDB

Composition
Mass [ppm]
228.1499 228.1495 1.6 7.5 C, H, N,
228.1509 -4.2 7.0

16 H?O O'l



AET7-76 MW=287? Compound 26 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 11/04/2012 12:20:42

BRASHE191-OJ-HNESP #28-32 RT: 0.75-0.88 AV: 5 SM: 7G NL: 2.03E5
T: FTMS + p NSI Full ms [120.00-2000.00]

100 310.0361

95
90—
85 288.0542
80—
75—
70—
65
60— 332.0180

cc - 149.0231 3711017  445.1199

242.0485

50—
45—
40— 417.0964
35—
30

Relative Abundance

25~ 597.0816 641.0456
20—

153 199.1693 4610569 574.1157
10— :
4[ M‘“i th
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AET7-76 MW=2877 EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 11/04/2012 12:20:42
SM: 7G
288.0542 NL:
100; 1.68E5
90— BRASHE191-OJ-HNESP#28-
- 32 RT:0.75-0.88 AV:5T:
80 FTMS + p NSI Full ms
8 70 [120.00-2000.00]
I -
T 60 Observed Data
> -
< 50—
) =
2 407
(_5 -
& 302
20—
= 289.0575
10; 290.0500
- n
07 288.0536 NL:
100E 1.94E4
90? C11 H13 NOg SH:
80— C11H14N1 0631
- p (gss, s /p:40) Chrg 1
70— R: 100000 Res .Pwr . @FWHM
602 Theoretical Isotope Model: [M + H]+
50—
40—
30—
20—
= 289.0566
10; 290.0494
O I A w””\‘”w‘”w””\"”\‘”w”w””wW”w””\‘”w”w””\””\‘”w”‘w””w‘\"A”w””\"w”w”"\”w”w”w”w””
287.5 288.0 288.5 289.0 289.5 290.0 290.5

m/z



| sot ope: Mn. .. Mx.

14 N 0....10

16 O 0....15

12 C 0....65

1H 0....75

23 Na 0....0

32 S 0....2

Tol erance W ndow. +- 5.00 ppm

Db/ Ri ng Equi v: -3.. 100

Fits: 500

Mass Theor et i cal Del ta
Mass [ ppn]

288. 0542 288. 0543 -0.4
288. 0536 2.0
288. 0536 2.0
288. 0548 -2.1
288. 0535 2.6
288. 0535 2.6
288. 0550 -2.7
288. 0530 4.2
288. 0529 4.4
288. 0556 -4.9

Do not use

Conposi tion
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AET7-77-2 MW=497?
(DCM)/MeOH + NH40Ac

Compound 28

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup

11/04/2012 12:31:00

BRASHE194-OJ-HNESP #32-34 RT: 0.83-0.89 AV: 3 SM: 7G NL: 1.61E5

T: FTMS + p NSI Full ms [120.00-2000.00]

Relative Abundance

100~
95
90—
85—
80—
75—
70—
65
60—
55—
50—
45—
40—
35
30—
25-
20~
15—

149.0231
445.1200
177.0545
371.1017
497.1848
282.2797
546.9970 790.0505
M 951.7990 1321 9961 l
"Mn‘t\m““‘\‘\‘H“MH‘IU‘M‘w‘U‘LH \hu‘”\‘\‘\‘\“uu‘ y \H‘“T\‘H‘\\LH‘\H‘\ B ‘l‘ ry HH“H” ; ‘HH‘H\‘“‘ ‘HH‘\‘\‘\ “‘H.‘ \‘\\J‘\\‘\\\\‘\“\ T A ‘ iy ‘n.‘l‘hk‘h““‘IH“‘HH‘\N““‘l‘ H\‘
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AET7-77-2 MW=4977 EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 11/04/2012 12:31:00
SM: 7G
497.1848 NL:
100- 8.92E4
90— BRASHE194-0J-HNESP#32-
7 34 RT:0.83-0.89 AV:3T:
. %9 FTMS + p NSI Full ms
S 70 Observed Data [120.00-2000.00]
2 60-
-] ]
< 50—
o =
2 407
8 -
¢ 30- 498.1882
20—
10— 496.9840
7 A 499.1802
07 497.1853 NL:
100 1.65E4
90? Co5 Hog N4 O SH:
80— C2sH29N4 055,
= Theoretical Isotope Model: [M + H]+ P (9ss, s /p:40) Chrg 1
70— R: 100000 Res .Pwr . @ FWHM
60—
50—
40—
30 498.1883
20~
105 499.1913
07\\\\\\\\\\\\\\\\\\\\\\\\\\\\\M\\\\\\\\
496.5 497.0 497.5 498.0 498.5 499.0 499.5

m/z



| sot ope: Mn. .. Mx.

14 N 0....10

16 O 0....15

12 C 0....65

1H 0....75

23 Na 0....0

32 S 0....2

Tol erance W ndow. +- 5.00 ppm

Db/ Ri ng Equi v: -3.. 100 N Rul e

Fits: 500 Char ge

Mass Theor et i cal Del ta RDB
Mass [ ppn]

497.1848 497. 1847 0.3 4.5
497. 1846 0.3 23.0
497. 1851 -0.7 10.5
497. 1851 -0.7 5.0
497. 1853 -1.0 13.5
497. 1842 1.3 17.0
497. 1840 1.6 8.5
497. 1840 1.7 14.0
497. 1838 2.0 5.5
497. 1858 -2.1 1.0
497. 1860 -2.4 22.5
497. 1860 -2.4 9.5
497. 1860 -2.4 4.0
497. 1833 3.0 -0.5
497. 1833 3.0 5.0
497. 1833 3.0 18.0
497. 1833 3.0 23.5
497. 1865 -3.4 10.0
497. 1865 -3.4 4.5
497. 1867 -3.7 18.5
497. 1867 -3.7 13.0
497. 1828 4.0 17.5
497. 1826 4.4 9.0
497. 1826 4.4 14.5
497. 1825 4.7 6.0
497.1872 -4.8 0.5

Do not use

Conposi tion
C17 H33 c7 N6 SZ
C31 H23 C2 NS
C17 HZS CB N10
C18 H31 C13 N3
C25 HZQ C5 N4 Sl
C31 H31 Cl Nl SZ
C24 H33 CQ Sl
C23 H27 C4 N7 Sl
C16 HZQ C12 NS
Cll H31 Cll N9 Sl
C33 HZS C3 NZ
C18 HZQ C3 N10 SZ
C19 H35 CB N3 SZ
C16 H37 Cll NZ SZ
C15 H31 CG N9 SZ
C30 H27 CG Nl
C29 HZl Cl NS
C19 H27 CQ N7
C20 H33 C14

C26 HZS Cl NS Sl
C27 H31 CG Nl Sl
C29 HZQ N4 SZ
C22 H31 CB N3 Sl
C21 HZS C3 N10 Sl
C14 H27 Cll N9
C13 H33 C12 NS Sl



AET7-78-2 MW=5387 Compound 29 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 11/04/2012 12:27:35

BRASHE193-OJ-HNESP #31-38 RT: 0.81-1.02 AV: 8 SM: 7G NL: 1.33E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100 539.2318

95
90—
85—
80—
75—
70—
65
60—
55—
50—
45—
40—
35

Relative Abundance

15— 149.0231 445.1201

= 327.0088
OE‘ muhmlumm“ J‘ “HJH I, L‘L R | |

200 400 600 800 1000 1200 1400 1600 1800 2000
m/z




AET7-78-2 MW=5387 EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 11/04/2012 12:27:35
SM: 7G
539.2318 NL:
100; 1.33E6
90— BRASHE193-OJ-HNESP#31-
- 38 RT:0.81-1.02 AV:8T:
. %9 FTMS + p NSI Full ms
% 70 [120.00-2000.00]
g 60— Observed Data
< 50—
o -
2 407
< - 540.2348
& 302
20
10- 541.2379
= l .
Qﬁ 539.2323 NL:
100 ] 1.60E4
90? CogH3s4 N4 O SH:
80 _ C28H35 N4 0551
3 Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
70— R: 100000 Res .Pwr . @FWHM
60—
50—
40~
302 540.2353
20~
10— 541.2384
= M 542.2314  543.2337  544.2360

O T T T T T T T T T T I I T T T T T[T
537 538 539 540 541 542 543 544
m/z



| sot ope:
14 N

16 O

12 C
1H

23 Na
32 S

Tol erance W ndow:

Db/ Ri ng Equi v:
Fits:

Mass

539. 2318

Theoretica
Mass
539
539
539
539
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
539.
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539.
539.

2316
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2321
2321
2323
2311
2309
2309
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2330
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2334
2334
2336
2336
2298
2296
2296
2341
2294
2343
2343
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.. 15
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.. 75
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AET7-77-1 MW=4647 Compound 30 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 11/04/2012 12:24:09

BRASHE192-OJ-HNESP #32-36 RT: 0.84-0.96 AV:5 SM:7G NL: 1.90E6
T: FTMS + p NSI Full ms [120.00-2000.00]
100 465.1587
95
90—
85—
80—
75—
70—
65
60—
55—
50—
45—
40—
35
30—
25-
20~
15—
10 149.0231

Relative Abundance

371.1017
327. 0087{
L bbb Lol e e g

= l doll il o \m“d‘ \

0 "\""\"“\"“\"“\‘“‘\‘“‘\““\““\““\““\““ ““\““\““\““ IR R R R RN R ““\““\““\““ ““\““\““\““ RN RN R R R R

200 400 600 800 1000 1200 1400 1600 1800 2000
m/z




AET7-77-1 MW=4647

(DCM)/MeOH + NH40Ac

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup
11/04/2012 12:24:09

SM: 7G

Relative Abundance

100~
90—
80—
70-
60—
50—
40—

465.1587

Observed Data

466.1617

467.1547
|

465.1591

Theoretical Isotope Model: [M + H]+

466.1621

071551 4681581 469.1602

461

462

463

464

465

466 467 468 469
m/z

|
470

NL:
1.90E6

BRASHE192-OJ-HNESP#32-
36 RT:0.84-0.96 AV:5T:
FTMS + p NSI Full ms
[120.00-2000.00]

NL:
1.67E4

CosH24 Ng O4 SH:
C24H2sN404S

p (gss, s /p:40) Chrg 1

R: 100000 Res .Pwr . @ FWHM



| sot ope:
14 N

16 O

12 C
1H

23 Na
32 S

Tol erance W ndow:

Db/ Ri ng Equi v:
Fits:

Mass

465. 1587

Theoretica
Mass
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.
465.

1589
1589
1585
1584
1591
1583
1579
1596
1578
1578
1598
1598
1598
1576
1603
1603
1571
1571
1571
1571
1604
1604
1569
1610
1564
1564

.. 10

.. 15
..65

.. 75

.0

.2

+- 5.00 ppm
-3.. 100
500
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Do not use

1

Conposi tion
C16 HZl c7 N10
C17 H27 C12 N3
C16 HZQ CG N6 SZ
C30 H19 Cl NS
C24 HZS C4 N4 Sl
C9 H31 C14 NS Sl
C30 H27 Nl SZ
C10 H27 C10 N9 Sl
C23 HZQ CB Sl
C22 H23 C3 N7 Sl
C32 HZl C2 NZ
C17 HZS C2 N10 SZ
C18 H31 c7 N3 SZ
C15 HZS Cll NS
C18 H23 CB N7
C19 HZQ C13

C15 H33 C10 NZ SZ
C14 H27 C5 N9 SZ
C29 H23 C5 Nl
C28 H17 NS

C25 HZl NS Sl
C26 H27 C5 Nl Sl
C7 H29 C13 NS Sl
C12 HZQ Cll NS Sl
C21 H27 c7 N3 Sl
C,H.,CN_ S

N
=]
N
[y
N
[
S
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AET7-78-1 MW=5077 Compound 31

(DCM)/MeOH + NH40Ac

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup

BRASHE195-OJ-HNESP #28-34 RT: 0.72-0.86 AV: 7 SM: 7G NL: 9.10E5

T: FTMS + p NSI Full ms [120.00-2000.00]

634.6492

100~
95—
90
85—
80—
75—
70—
65—
60
55—
50—
45—
40
35—
30
25-
20~
15—
10~
i
0 :L‘”‘\.“ ,\ _\h | ‘h..‘\w.‘ Al |
200

578.5865
444.4198

369.3519

Relative Abundance

191.6730

283.2636

400

600

664.6959

790.0014

800

1333.5431

1199.2349
'u ﬂl i M i L. |

956.8483 1573.3325

11/04/2012 12:34:26

1920.2963

1000
m/z

1200 1400 1600

. P -
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AET7-78-1 MW=507?
(DCM)/MeOH + NH40Ac

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup
11/04/2012 12:34:26

BRASHE195-OJ-HNESP #28-34 RT: 0.72-0.86 AV: 7 SM: 7G NL: 9.10E5

T: FTMS + p NSI Full ms [120.00-2000.00]

100~
95 444.4198
90
85
80—
75—
70—
65—
60
55
50—
45—
40
35—
307 | 410315 | 4604145
25-

20~

Relative Abundance

157 476.4093

10—
5-
il

‘ 1

A. 1 Y

507.2053

496.5082

I

I

|

524.5395

Ll

572.5397

544.5083

ul

H.HJ L

578.5865

l

634.6492

606.6179

”m l‘

664.6959

690.7117

718.7430

‘M I

748.7172
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AET7-78-1 MW=507?
(DCM)/MeOH + NH40Ac

EPSRC National Centre Swansea

LTQ Orbitrap XL

adam throup
11/04/2012 12:34:26

SM: 7G

Relative Abundance

100~
90—
80—
70-
60—
50—
40—

507.2053

507.5129
A

Observed Data

508.2086

507'3?90 509.2121
1 M A

507.2061

Theoretical Isotope Model: [M + H]+

508.2091

509.2122

510.2051

0 ‘ [
506.0

506.5

507.0 507.5

508.0 508.5 509.0 509.5
m/z

NL:
7.48E5

BRASHE195-OJ-HNESP#28-
34 RT:0.72-0.86 AV: 7 T:
FTMS + p NSI Full ms
[120.00-2000.00]

NL:
1.62E4

Co7H3g N4 O4 SH:

Co7H31 N4 0451

p (gss, s /p:40) Chrg 1

R: 100000 Res .Pwr . @FWHM



| sot ope:
14 N

16 O

12 C
1H

23 Na
32 S

Tol erance W ndow:

Db/ Ri ng Equi v:
Fits:

Mass

507. 2053

Theoretica
Mass
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.
507.

2054
2052
2054
2049
2059
2059
2047
2047
2061
2045
2041
2041
2066
2040
2040
2067
2039
2067
2067
2072
2072
2034
2034
2074
2074
2032
2032

Mn. .. Mx

0....10

0....15

0....65

0....75

0....0

0....2

+- 5.00 ppm

-3.. 100

500
Del ta
[ ppni
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aet7-93-2 MW=5007?
(DCM)/MeOH + NH40Ac

Compound 32

EPSRC National Centre Swansea

LTQ Orbitrap XL

adam throup
21/06/2012 11:37:09

BRASHE219-OJ-HNESP #31-49 RT: 0.77-1.29 AV:19 SM: 7G NL: 5.19E6
T: FTMS + p NSI Full ms [120.00-2000.00]

Relative Abundance

100-
95
907
857
80
755
707
657
607
56
505
457
40-
355
30
255
20
155
103

5

149.0231
|

oLl
L LI

355.0704

371.1017

A

469.1901

II.

445.1202

501.2158

523.1976

616.2431

I

00—t

I
200

I} 4
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300

400

o Ll ol
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aet7-93-2 MW=5007? EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 21/06/2012 11:37:09

BRASHE219-OJ-HNESP #31-49 RT:0.77-1.29 AV:19 SM: 7G NL: 2.45E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100~ 501.2158

95
907
857
80
755
707
657
607
56
505
457
40-
355
30 502.2189
255
20
155
103
53 503.2118

Relative Abundance

O:IIII

I
507

| |
502 503 504
m/z

T T T T T 1T T T 1 T T T T ] T
500 501 505 506 508



Isotope:
12 C
1H

14 N

16 O

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

501.2158

Theoretical

Mass
501
501.
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501
501

.2158

2159

.2160
.2160
.2155
.2161
.2153
.2153
.2153
.2164
.2164
.2151
.2151
.2166
.2166
.2167
.2148
L2146
L2146
L2146
L2146
L2171
L2144
L2173
L2173
L2173
L2141
L2175
.2139
.2139
L2178

..70
..15
.15

.. Max.

.60

.00 ppm

100
Delta
[ppm]
0.0
-0.3
-0.3
-0.3
0.7
-0.7
1.0
1.0
1.0
-1.3
-1.3
1.4
1.4
-1.6
-1.6
-1.7

N-Rule:
Charge:

Do not use
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aet7-96 MW=542? Compound 33 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 21/06/2012 11:33:42

BRASHE218-OJ-HNESP #34-46 RT: 0.86-1.21 AV: 13 SM: 7G NL: 3.26E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100-
95
907
857
80
755
707
657
607
56
505
457
40-
355
30
255
20
153 371.1016

543.2629

Relative Abundance

1049 355.0704
5= 149.0230 284.9938

388.1281  °11.2367
' 445.1200

T III|II.I I‘II
200 300 400 500 600



aet7-96 MW=5427? EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 21/06/2012 11:33:42

BRASHE218-OJ-HNESP #34-46 RT: 0.86-1.21 AV:13 SM: 7G NL: 3.26E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100-
957
90-
85-
807
755
707
65-
60=
55
50-
457
40-
35 544.2658
305
255
20
155
103

5

543.2629

Relative Abundance

545.2688

O:||||||||||||||||||||||‘| |'||||'|||'|||||||||'|||i|||||||||||||||||||||||||||
539 540 541 542 543 544 545 546 547 548 549 550 551 552
m/z



Isotope: Min. .. Max.

12 c 0....60

1H 0....70

14 N 0....15

16 O 0....15

23 Na 0....0

32 s 0....3

Tolerance Window: +- 5.00 ppm

Db/Ring Equiv: -3.. 100 N-Rule: Do not use

Fits: 100 Charge: 1

Mass Theoretical Delta RDB Composition
Mass [ppm]

543.2629 543.2629 -0.0 8.0 C,H,,0,N_S,
543.2629 -0.0 2.5 C,, H,, 0, N, 5,
543.2629 0.0 21.0 C,, 5,0, N,
543.2627 0.3 -0.5 C,H,0,N, 5
543.2631 -0.4 5.5 C,, H,, 0,5,
543.2634 -0.9 8.5 C,, Hyy Oy N
543.2634 -0.9 3.0 C, H, O,N,
543.2624 0.9 15.0 C,, H, O N s,
543.2623 1.2 -1.0 C,H, O, N, S,
543.2636 -1.2 17.0 C, H, N, S
543.2636 -1.2 11.5 C,, B,y O N, S
543.2622 1.2 6.5 C,, H,, 0,5,
543.2622 1.2 12.0 C, H, 6O, N S
543.2636 -1.3 -1.5 C,,H,0, N, S,
543.2620 1.6 3.5 C, Hy O, N,
543.2620 1.6 9.0 CyHyy O, N
543.2618 2.1 6.0 C, H, O, N, 5,
543.2641 -2.2 -1.0 C,,H, O, N, S
543.2642 -2.4 20.5 C,, B, O, N,
543.2616 2.4 -2.5 C,H,,0, N, S,
543.2616 2.4 3.0 C,H, O N;s,
543.2643 -2.5 7.5 C, H,O,N_ S,
543.2643 -2.5 2.0 C,, H, O, N, 5,
543.2615 2.5 16.0 C,, H,, O, N,
543.2615 2.5 21.5 C,, B, O, N,
543.2614 2.8 0.0 C,, By, Oy N, S,
543.2644 -2.8 10.5 C,, B,y N, S,
543.2647 -3.4 13.5 C, H, O,N,
543.2647 -3.4 8.0 C,, B, O, N,
543.2647 -3.4 2.5 C,, 5,0,
543.2611 3.4 15.5 c,H_ N, S

w
N}
w
o
IS
N



Mass

Theoretical

Mass
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.

2649
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2609
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2649
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2604
2654
2654
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2656
2656
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2602

Delta
[ppm]

Composition
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aet9-1-2 MW=4687? Compound 34 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 01/08/2012 10:21:47

BRASHE223-OJ-HNESP #31-49 RT: 0.75-1.28 AV: 19 SM: 7G NL: 3.30E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100
95
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35-
305
25-
205
155
105 501.2157

57 149.0230 3711016  445.1202

469.1900

Relative Abundance

0— '|||||||"|| [ e s e s e sy e |||I'||‘u'||I|||||||||||||||||||||||||||||||
150 200 250 300 350 400 450 500 550 600 650 700 750 800
m/z



aet9-1-2 MW=4687? EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 01/08/2012 10:21:47
469.1900 NL:
1005 3.30E6
90= BRASHE223-0J-HNESP#31-
= 49 RT:0.75-1.28 AV: 19 T:
. 20 FTMS + p NSI Full ms
8 70- [120.00-2000.00]
C —
G - Observed Data
S 604
> _
< 503
(O] -
2 40-
o] -
g 470.1928
S 307
207
105 471.1861
= | .
G_ 469.1904 NL:
1005 1.67E4
90§ CoaH2g N4 O4 SH:
803 Theoretical Isotope Model: [M + H]+ C2aH29N404S3
3 p (gss, s /p:40) Chrg 1
705 R: 100000 Res .Pwr . @FWHM
60-
50-
40-
307 470.1934
205
10- 471.1864
= ) 472.1894  473.1916
O e P T T T T T T T T T R T T T [ T T T T T
46 469 470 471 472 473 474 475

m/z



| sot ope: Mn. ..
14 N 0....14
16 O 0....14
12 C 0....60
1H 0....70

23 Na 0

32 S 0..

Tol erance W ndow. +- 5.00 ppm

Db/ Ring Equiv: -3.. 100 N Rul e: Do not use
Fits: 100 Char ge: 1

Mass Theor et i cal Del ta
Mass [ppm

469. 1900 469. 1899 0.1
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0
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aet9-2-2 MW=510? Compound 35 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 01/08/2012 10:25:14

BRASHE224-OJ-HNESP #29-50 RT: 0.71-1.29 AV: 21 SM: 7G NL: 4.81E5
T: FTMS + p NSI Full ms [120.00-2000.00]

100
95
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35-

30 445.1200
- 371.1016
25;

20 149.0230

511.2367

Relative Abundance

155

= 355.0704 | 429.0888
107 199.1692 O 543.2630  628.5507

= 284.9938 684.6134
57 | Iﬂ | | | 854.3460
R T T llq..ll,
200

300 400 500 600 700 800 900
m/z




aet9-2-2 MW=5107? EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 01/08/2012 10:25:14
511.2367 NL:
100 4.81E5
907 BRASHE224-0J-HNESP#29-
= 50 RT:0.71-1.29 AV: 21 T:
. 20 FTMS + p NSI Full ms
S 703 [120.00-2000.00]
G - Observed Data
S 60-
> _
< 50=
(O] -
2 40-
] -
3 20 512.2400
o 30-
20-
10= 513.2326
— |
0~ 511.2374 NL:
100 1.62E4
90§ C27H324 N4 O4 SH:
80 C27H3sN404Sy
= Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
70- R: 100000 Res .Pwr . @FWHM
60-
50-
40-
30 512.2404
205
105 513.2435
= I 514.2364 515.2388
0 e 1 sy B e s s e sy B B e O B s B B B B
510 511 512 513 514 515 516 517 518

m/z



| sot ope:
14 N

16 O

12 C
1H

23 Na
32 S

Mn. ..
0....14
0....14
0....60
0 .75
0

0

Tol erance W ndow. +- 5.00 ppm

Db/ Ri ng Equi v:

Fits:

Mass

511. 2367

-3.. 100 N Rul e: Do not use
100 Char ge: 1

Theor et i cal Del ta
Mass [ PP
511. 2367 -0.0
511. 2367 0
511. 2367 0.
511. 2365 0.
0
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511. 2369
511. 2362 .
511. 2372 -0.9
511. 2362 0.9
511. 2372 -0.9
511. 2362 1.0
511. 2374 -1.3
511. 2360 1.3
511. 2374 -1.3
511. 2360 1
511. 2358 1
511. 2376 -
511. 2358 1.
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AET9-6 MW=3297

ASAP(SOLID + NH40OAc)

Compound 36

EPSRC National Centre Swansea
LTQ Orbitrap XL

Throup

06/11/2012 12:06:57

BRASHE233-PG-HASP #135-137 RT: 3.87-3.92 AV: 3 SM: 7G NL: 2.04E7
T: FTMS + p APCI corona Full ms [100.00-800.00]

Relative Abundance

100
95
90
85
80
75
70
65
60
55
50
45
40
35
30
25
20
15
10

5

o

158.0268

228.0324

274.0380

256.0273

291.0645

347.1270

391.2843

450

500



AET9-6 MW=3297? EPSRC National Centre Swansea Throup
ASAP(SOLID + NH40Ac) LTQ Orbitrap XL 06/11/2012 12:06:57

BRASHE233-PG-HASP #135-137 RT: 3.87-3.92 AV: 3 SM: 7G NL: 2.04E7
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 274.0380
95
90
85
80
75
70
65
60
55
50

45

Relative Abundance

40
291.0645

35
30

25

20 228.0324

15 256.0273

10 158.0268

5

o




AET9-6 MW=329? EPSRC National Centre Swansea
ASAP(SOLID + NH40Ac) LTQ Orbitrap XL

Throup
06/11/2012 12:06:57

BRASHE233-PG-HASP #135-137 RT: 3.87-3.92 AV: 3 SM: 7G NL: 7.44E6
T: FTMS + p APCI corona Full ms [100.00-800.00]
100 291.0645

95 347.1270

90
85
80
75
70
65
60
55
50

45

Relative Abundance

40
35
30
25

391.2843

20 389.0645
15
10

5

o

w“;m‘“‘w [N SN MM 1 D R “l SN P

280 300 320 340 360



AET9-6 MW=329?

ASAP(SOLID + NH40Ac)

EPSRC National Centre Swansea Throup
06/11/2012 12:06:57

LTQ Orbitrap XL

SM:

Relative Abundance

7G

100

= N w & a o2} ~ o] (<}
TSRO s P 0T O OO
I NN e

347.1270

348.1302

Observed Data

100

- N W B [6)] [e2] ~ o] (]
T T T P D D T T T
L e e e e e e e

o

347.1271

348.1305

Theoretical Isotope Pattern: [M+NH4]+

k

T
347.0

\
347.5

\
348.5
m/z

\
348.0

\ \ \
349.0 349.5 350.0

NL:
7.00E6

BRASHE233-PG-HASP#135-
137 RT:3.87-3.92 AV:3T:
FTMS + p APCI corona Full ms
[100.00-800.00]

NL:
1.87E4

C14 H19 NOg SNH 4:
C14H23N206 S+

p (gss, s /p:40) Chrg 1

R: 100000 Res .Pwr . @ FWHM



Isotope:
14 N

16 O

12 C
1H

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:

Fits:

Mass

347.1270

Theoretical

Mass
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347.
347.
347.
347.
347.
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347.
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1269
1271
1271
1267
1265
1264
1278
1278
1280
1258
1258
1283
1283
1256
1285
1253

..15
.80

.. Max.

.16

.100

.00 ppm

100
Delta
[ppm]
0.1
0.2
-0.4
-0.4
1.0
1.5
1.6
-2.3
-2.4
-2.9
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3.5
-3.7
-3.7
4.0
-4.2
4.8
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Compound 37

AET9-8 MW=5387 EPSRC National Centre Swansea
ASAP(SOLID) LTQ Orbitrap XL

Throup
06/11/2012 11:52:53

BRASHE231-PG-HASP #27-30 RT: 0.75-0.84 AV: 4 SM: 7G NL: 3.59E6
T: FTMS + p APCI corona Full ms [100.00-800.00]
100 228.1496

95
90
85
80
75 158.0269
70
65 323.1504
60
55

50 143.0160 382.2125

45

Relative Abundance

40
35
30
25
20 308.1395
15
‘0 391.2842

5

o

N

L

539.2320

|

.H“".I H“.IJ‘J‘ ‘Im “.\.M‘n H‘ M‘M“. il i“}h‘x n‘ .“\ ‘\m‘. ’\ \‘\ - ‘h pll “ lu‘ = J“ “\

\ \
150 200 250 300 350 400 450
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AET9-8 MW=5387 EPSRC National Centre Swansea Throup
ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 11:52:53

BRASHE231-PG-HASP #27-30 RT: 0.75-0.84 AV: 4 SM: 7G NL: 3.59E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

100 228.1496
95
90
85
80
75 158.0269
70
65 323.1504
60
55
50 143.0160

45

Relative Abundance

40
35
30
o5
20 308.1395
15
10

5

o

MHHJIHAI.L‘A\ ] .1‘4 ‘J \l”\‘ “l‘lll b “H ‘H“‘ \iﬁ‘u‘u el “u]‘;‘ e S

120 140 160 180 200 220 240 260 280 300 320
m/z



AET9-8 MW=538?

ASAP(SOLID)

EPSRC National Centre Swansea
LTQ Orbitrap XL

Throup

06/11/2012 11:52:53

BRASHE231-PG-HASP #27-30 RT: 0.75-0.84 AV: 4 SM: 7G NL: 3.47E6
T: FTMS + p APCI corona Full ms [100.00-800.00]

Relative Abundance

100
95
90
85
80
75
70
65
60
55
50
45
40
35
30
25
20
15
10

5

o

1

382.2125

391.2842

L L
™

539.2320

\
360

F
380

400

420

440

460

480

\
500

\ [
520
m/z

540

560

580

620

\
640

I
660

\
680



AET9-8 MW=5387? EPSRC National Centre Swansea Throup

ASAP(SOLID) LTQ Orbitrap XL 06/11/2012 11:52:53
SM: 7G
539.2320 NL:
1005 3.47E6
90— BRASHE231-PG-HASP#27-30
. RT:0.75-0.84 AV:4T:FTMS
80~ + p APCI corona Full ms
] Observed Data [100.00-800.00]
o 704
(&) —
= .
S 60—
c |
2 -
2 504
2 .
g 405
o 7
T 304 540.2353
20—
10-
= A
539.2323 NL:
1005 1.60E4
90; Cog H3g N4 O5 SH:
- C2sH3sN4O5S+
80 p (gss, s /p:40) Chrg 1
. R: 100000 Res .Pwr . @ FWHM
70
60— Theoretical Isotope Pattern: [M+H]+
50—
40—
= 540.2353
30+
20—
10— 541.2384
o \ 542.2314 543.2337
T T RAREERRE AN L B L B B L B L L L B L B S B L L I R I
538 539 540 541 542 543

m/z



Isotope:
14 N

16 O

12 C
1H

23 Na
32 s

Tolerance Window:

Db/Ring Equiv:
Fits:

Mass

539.2320

Theoretical

Mass
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539.
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2318
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2311
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2310
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2331
2307
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2334
2334
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2335
2305
2336
2336
2336

..16

..15

..80
.100

. Max.

.00 ppm
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[ppm]
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Mass Theoretical Delta RDB Composition
Mass [ppm]
539.2336 -3.0 0.0
539.2303
539.2303
539.2303
539.2302
539.2302
539.2301
539.2339 -3.6
539.2341 -3.9
539.2341 -3.9
539.2298 4.1
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539.2343 -4.3
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539.2296
539.2345 -4.6
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AET9-12 MW=542? Compound 39

(DCM)/MeOH + NH40Ac

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup
06/11/2012 11:01:27

BRASHE230-OJ-HNESP #31-49 RT: 0.77-1.28 AV:19 SM:7G NL: 5.17E6

T: FTMS + p NSI Full ms [120.00-2000.00]
100-
95
907
857
80
755
707
657
607
56
505
457
40-
355
30
255
20
155
103 355.0702
£7149.0230  261.1311

Relative Abundance

371.1014

388.1280

=
200 300 400

543.2629

714.3524

565.2447

487.2004

500 600 700
m/z

900 1000

1100



AET9-12 MW=5427? EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 06/11/2012 11:01:27

BRASHE230-OJ-HNESP #31-49 RT: 0.77-1.28 AV:19 SM:7G NL: 5.17E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100-
957
90-
85-
807
755
707
65-
60=
55
50-
457
40-
35-
305
255
20
155
103

5 545.2590

543.2629

Relative Abundance

544.2661

R
546
m/z

538



Isotope: Min. .. Max.

12 c 0....60

1H 0....70

14 N 0....15

16 O 0....15

23 Na 0....0

32 s 0....3

Tolerance Window: +- 5.00 ppm

Db/Ring Equiv: -3.. 100 N-Rule: Do not use

Fits: 100 Charge: 1

Mass Theoretical Delta RDB Composition
Mass [ppm]

543.2629 543.2629 -0.0 8.0 C,H,,0,N_S,
543.2629 -0.0 2.5 C,, H,, 0, N, 5,
543.2629 0.0 21.0 C,, 5,0, N,
543.2627 0.3 -0.5 C,H,0,N, 5
543.2631 -0.4 5.5 C,, H,, 0,5,
543.2634 -0.9 8.5 C,, Hyy Oy N
543.2634 -0.9 3.0 C, H, O,N,
543.2624 0.9 15.0 C,, H, O N s,
543.2623 1.2 -1.0 C,H, O, N, S,
543.2636 -1.2 17.0 C, H, N, S
543.2636 -1.2 11.5 C,, B,y O N, S
543.2622 1.2 6.5 C,, H,, 0,5,
543.2622 1.2 12.0 C, H, 6O, N S
543.2636 -1.3 -1.5 C,,H,0, N, S,
543.2620 1.6 3.5 C, Hy O, N,
543.2620 1.6 9.0 CyHyy O, N
543.2618 2.1 6.0 C, H, O, N, 5,
543.2641 -2.2 -1.0 C,,H, O, N, S
543.2642 -2.4 20.5 C,, B, O, N,
543.2616 2.4 -2.5 C,H,,0, N, S,
543.2616 2.4 3.0 C,H, O N;s,
543.2643 -2.5 7.5 C, H,O,N_ S,
543.2643 -2.5 2.0 C,, H, O, N, 5,
543.2615 2.5 16.0 C,, H,, O, N,
543.2615 2.5 21.5 C,, B, O, N,
543.2614 2.8 0.0 C,, By, Oy N, S,
543.2644 -2.8 10.5 C,, B,y N, S,
543.2647 -3.4 13.5 C, H, O,N,
543.2647 -3.4 8.0 C,, B, O, N,
543.2647 -3.4 2.5 C,, 5,0,
543.2611 3.4 15.5 c,H_ N, S

w
N}
w
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Mass

Theoretical

Mass
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.
543.

2649
2649
2609
2609
2649
2607
2604
2654
2654
2602
2602
2656
2656
2602
2602

Delta
[ppm]

Composition
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15-177-a

Compound 46

(DCM)/MeOH + NH40Ac
C15H20N203

BRASHE_OUS5ZN_ #6-12 RT: 0.11-0.37 AV: 6 SM: 7G NL: 3.59E6
T: FTMS + p NSI Full ms [120.00-1935.00]
221.0918

100
95—
90—
85
80—
75—
70
65—
60—
55
50—
45—
40
35—
30
25—
20—
15—
10—

5

E

Relative Abundance

203.0813

177.1019

149.0229
| u‘ L

i

277.1545

235.2055 l
t LA
[ [

299.1365

EPSRC National Facility Swansea
LTQ Orbitrap XL

371.1010

388.1274

355.0699
402.1793 462.1458

327.0082 | I 445.1194
”. AL uﬂ“ . I | | L | |
I [ [

BRASHE

23/01/2017 11:34:10

550.2162

150

200

“ .‘ [ i
T \
250 300

350 400 450
m/z

.
500

]
550

600



15-177-a

(DCM)/MeOH + NH40Ac

C15H20N203

EPSRC National Facility Swansea
LTQ Orbitrap XL

BRASHE_OUS5ZN_ #6-12 RT: 0.11-0.37 AV: 6 SM: 7G NL: 3.59E6

T: FTMS + p NSI Full ms [120.00-1935.00]

100
95—
90—
85
80—
75—
70
65—
60—
55
50—
45—
40
35—
30
25—
20—
15—

Lo | 2030813

c- | 2171

Relative Abundance

0 |

221.0918

799

|

235.2055

277.1545

268.9985 ( 287.2217 .
| L]

299.1365
304.2482

JHH‘

327.0082
L1,

355.0699

I

BRASHE
23/01/2017 11:34:10

371.1010

374.0975

388.1274

391.2839

H“\HHHH‘\H

200

L | g |
\‘HH‘ [ERERERREREERE

220

A | - " , |
HH‘HH‘HH HH‘HH‘HH‘HH‘HH‘\ H‘HH‘HH‘HH‘HH‘

240

260 280

300
m/z

320

340

360

380

400



15-177-a EPSRC National Facility Swansea BRASHE

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 23/01/2017 11:34:10
C15H20N203
277.1545 NL:
100 1.03E6
90— BRASHE_OU5ZN_#6-12 RT:
803 0.11-0.37 AV: 6 T: FTMS + p
o 2 Observed Data NSI Full ms [120.00-1935.00]
2 70—
© -
2 607
> ]
< 50—
2 40-
8 -
& 30- 279.1591
20— 278.1579
10 280.1624
s |
07 277.1547 NL:
100 1.96E4
90? CisH20N2 O3 H:
80— Cis5H21 N2 O3
= Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
70— R: 100000 Res .Pwr . @FWHM
60—
50
40—
30—
20— 278.1581
10
= 279.1606 280.1628

e L s B e e s e B B B B By s s B st B B B
275 276 277 278 279 280 281 282 283 284

m/z



| sot ope:
14 N

16 O

12 C
1H

23 Na

Tol erance W ndow: +-

Db/ Ri ng Equi v:
Fits:

Mass

277. 1545

Theor et i cal
Mass

277. 1547
277. 1552
277.1533

.. 15
.. 15
.. 60
.70

.00 ppm
100
Del ta
[ ppn]
-0.6
-2.4
4.2

N- Rul e:
Char ge:

6.5

7.0

Do not use

1

Conposi tion



aet7-23 MW=278?
(?)/MeOH + NH40Ac

Compound 43

EPSRC National Centre Swansea
LTQ Orbitrap XL

adam throup

05/12/2011 13:14:33

BRASHE163-PV-HNESP #20-35 RT: 0.82-1.25 AV: 16 SM: 7G NL: 2.40E7

T: FTMS + p NSI Full ms [120.00-2000.00]
237.1239

Relative Abundance

100
95
90—
85—
80—
75-
70—
65
60—
55—
50—
45—
40—
35
30—
25-
20—
15—
10—

5
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281.1139

I

433.2318

843.4739

o

200

‘\H\“\H\‘\H\ H\\‘H\\‘H\\“\\\\ \\\\L‘\\\\‘\\\\‘\\\\‘\\H‘\\H‘\\H‘\H\ \H\‘\H\‘H\\‘H\\ HH‘H\\‘\\\\‘\\\\ \H\‘\\\\‘\\\\‘\\H \\H‘\\H‘\H\‘\H\ \H\‘H\\‘

400

600

800

1000

m/z

1200

1400

1600

1800

2000



aet7-23 MW=2787 EPSRC National Centre Swansea adam throup
(?)/MeOH + NH40Ac LTQ Orbitrap XL 05/12/2011 13:14:33

BRASHE163-PV-HNESP #20-35 RT: 0.82-1.25 AV: 16 SM: 7G NL: 2.40E7
T: FTMS + p NSI Full ms [120.00-2000.00]
{00 237.1239
95—
90

85—
| 433.2318
80 161.1075

75-
70—
65—
60
55
50—
45- 333.1792
40
35- 223.1082
30- 267.0982

281.1139

193.1339

Relative Abundance

25-
20—
15—
10— 349.1530
5 1390915 311.1973 379.2234

323.1609
411.2498 | 449.2053

0 ‘mi““”wl“‘\”w ‘\H“‘\‘“‘w‘m{ww”ww\‘HH\“‘w‘“‘w"‘w‘\““"\""\H“"\H‘w“w\”w"w”w‘ ] ]

150 200 250 300 350 400 450 500 550
m/z




aet7-23 MW=2787 EPSRC National Centre Swansea adam throup
(?)/MeOH + NH40Ac LTQ Orbitrap XL 05/12/2011 13:14:33

BRASHE163-PV-HNESP #20-35 RT: 0.82-1.25 AV: 16 SM: 7G NL: 1.38E6
T: FTMS + p NSI Full ms [120.00-2000.00]
{00 279.1711

95
90—
85—
80—
75-
70—
65
60—
55—
50—
45—
40—
35
30—
25-
20—
15—
10— 281.0455
5 980.1739 280.9086

Relative Abundance

0

H\‘\H\‘\\H‘\\H‘H\\‘H\\‘\H\‘\H\‘A\H\‘\\H‘\\\I\\‘HH‘H\\‘\H\‘\H\‘\H\‘\\H‘\\H‘HH‘H\\‘\H\‘\H\‘\H\‘\\H‘\\H‘HH‘H\\‘H\\‘\H\‘\H\‘\\H‘\\H‘HH‘H\\‘H\\‘\H\‘\H\‘\\H‘\l\\\\‘HH‘H\\‘H\\‘\H\‘\H\‘HH‘HH‘HH‘H

278.8 279.0 279.2 279.4 279.6 279.8 280.0 280.2 280.4 280.6 280.8 281.0
m/z



Isotope: Min. .. Max.

14 N 0....10

16 O 0....15

12 C 0....60

1H 0 .90

23 Na 0....0

Tolerance Window: +- 5.00 ppm

Db/Ring Equiv: -3.. 100 N-Rule: Do not use

Fits: 100 Charge: 1

Mass Theoretical Delta RDB Composition
Mass [ppm]

279.1711 279.1703 2.8 5.5 C,. H, O, N,



aet7-26 MW=3457 Compound 47 EPSRC National Centre Swansea adam throup
ASAP LTQ Orbitrap XL 13/12/2011 14:03:44

BRASHE168-OC-HASP #32-33 RT: 1.01-1.04 AV:2 SM: 7G NL: 2.20E8

T: FTMS + p APCI corona Full ms [140.00-800.00]

{00 291.1337
95
90—
85—
80—
75-
70—
65
60—
55—
50—
45—
40—
35
30—
05 247.1440
20—
15—
10— 391.1861

346.1885 434.3011

Relative Abundance

5

. IS s s s s e S s s s s s s N B s e T T T T T T T T T T
0 ‘ | 1‘\ | \‘ U ‘ | \‘ H | ‘ ‘4 i‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘
150 200 250 300 350 400 450 500 550 600 650 700 750 800
m/z




aet7-26 MW=345? EPSRC National Centre Swansea
ASAP LTQ Orbitrap XL

adam throup

13/12/2011 14:03:44

BRASHE168-OC-HASP #32-33 RT: 1.01-1.04 AV:2 SM: 7G NL: 1.91E7
T: FTMS + p APCI corona Full ms [140.00-800.00]

100
95—
90
85
80—
75-
70—
65—

60
: 346.1885
55— 434.3011

50—
45—
40—
35— 323.1599

30~ 447.2485
25—

391.1861

Relative Abundance

20| 307.1285
15—
10—
5

{ 353.1705 379.2226
W

‘ N T ‘ l A1
I

{1

0'”" l’ T T {" A I R B B N Y s B R R B B

320 340 360 380 400 420 440 460 480
m/z
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520



aet7-26 MW=3457 EPSRC National Centre Swansea adam throup

ASAP LTQ Orbitrap XL 13/12/2011 14:03:44
346.1885 NL:
1003 1.05E7
B BRASHE168-OC-HASP#32-33
80 Observed Data RT: 1.01-1.04 AV: 2 T:FTMS
60 + p APCI corona Full ms
] [140.00-800.00]
407 347.1960
20—
] A 348.1996
7 )
0 346.2013 NL:
100 1.86E4
§ 80— Coo H27 NO4 H:
s 7 C20H2s N1 Og4
S 60 Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
2 7 R: 100000 Res .Pwr . @FWHM
0 40—
© i 347.2047
g) 20—
] 348.2073 349.2099
0 346.1887 NL:
1003 1.87E4
80— Theoretical Isotope Model C19H2s N2 Ou:
] C19H26N20O4
60 p (gss, s /p:40) Chrg 1
] R: 100000 Res .Pwr . @FWHM
40—
- 347.1921
20—
] 348.1945 349.1971
O 1 s B B B e e s s s s s s Sy I B S S
346.0 346.5 347.0 347.5 348.0 348.5 349.0



Isotope: Min
12 C 0..
1H 0..
14 N 0..
16 o 0..
23 Na 0..
Tolerance Window: +=-
Db/Ring Equiv: -3.
Fits: 200
Mass Theoretical
Mass
346.1885 346.1887
346.1874

346.1900

..60
..10
.10

.. Max.
.40
.00 ppm
100
Delta
[ppm]
-0.6
3.3
-4.5

N-Rule:
Charge:

Do not use

1
Composition
C‘l‘? H76 OL N7
C‘l7 H7L O’% NS
C?O H77 N6



Compound 48 ,
aet7-27 MW=3477 EPSRC National Centre Swansea adam throup
ASAP LTQ Orbitrap XL 13/12/2011 14:15:40

BRASHE169-OC-HASP #17 RT: 0.62 AV: 1 SM: 7G NL: 3.86E8

T: FTMS + p APCI corona Full ms [140.00-800.00]

{00 293.1493
95
90—
85—
80—
75-
70—
65
60—
55—
50—
45—
40—
35
30—
25-

Relative Abundance

20 249.1595
15 393.2016

10—
5- 337.1390 449 2641
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aet7-27 MW=3477 EPSRC National Centre Swansea adam throup
ASAP LTQ Orbitrap XL 13/12/2011 14:15:40

BRASHE169-OC-HASP #17 RT: 0.62 AV:1 SM: 7G NL: 3.86E8
T: FTMS + p APCI corona Full ms [140.00-800.00]

100
95
90—
85—
80—
75-
70—
65
60—
55—
50—
45—
40—
35
30—
25-

293.1493

Relative Abundance

205 249.1595
15-
10—
5-
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240 250 260 270 280 290 300 310
m/z




aet7-27 MW=3477 EPSRC National Centre Swansea adam throup
ASAP LTQ Orbitrap XL 13/12/2011 14:15:40

BRASHE169-OC-HASP #17 RT: 0.62 AV:1 SM: 7G NL: 4.81E7
T: FTMS + p APCI corona Full ms [140.00-800.00]

100
95—
90
85
80—
75-
70—
65—
60
55—
50~ 337.1390
45—
40—
35- 449.2641
30
25-
20—
157 434.3009

10—
- 323.1599
5? ‘

393.2016

Relative Abundance

349.2118

07‘\‘“”\‘Jw””\””“w” Hw“ H‘HH‘“‘WH\
320 340 360 380 400 420 440 460 480 500
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aet7-27 MW=3477 EPSRC National Centre Swansea adam throup

ASAP LTQ Orbitrap XL 13/12/2011 14:15:40
349.2118 NL:
1003 1.26E7
80 BRASHE169-OC-HASP#17
] Ob 4D RT:0.62 AV:1 T: FTMS + p
60 served Data APCI corona Full ms
7 [140.00-800.00]
40—
20{ 350.2152
0 ' - :
348.2169 NL:
100 1.86E4
§ 80— Coo Hog NO4 H:
S 7 C20H30 N1 O4
S 60 Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
g ] R: 100000 Res .Pwr . @ FWHM
0 40
T 7 349.2203
o 20
L 7
] 350.2229
0 349.2122 NL:
1003 1.87E4
80— C19H29 N2 Og4:
N _ C19H29 N2 Oy
60 Theoretical Isotope Model p (gss, s /p:40) Chrg 1
7 R: 100000 Res .Pwr . @FWHM
40—
. 350.2156
20—
7 351.2180
O s s s S Ly A ey ) L A L L R R A A A R A A LA A A AR
344 46 48 350 352 354 356 358 360

m/z



Isotope: Min
12 C 0..
1H 0..
14 N 0..
16 O 0..
23 Na 0..
Tolerance Window: +=-
Db/Ring Equiv: -3.
Fits: 200
Mass Theoretical
Mass
349.2118 349.2122
349.2108
349.2135

..60
..10
.10

.. Max.
.40
.00 ppm
100
Delta
[ppm]
-1.1
2.7
-4.9

N-Rule:
Charge:

Do not use
1

Composition

9

19 9 OL
7 O’%
5 N6

N

) N
72 N

Qa0 QQ
jusigasigas]

1
20 2



aet7-39 MW=5747 Compound 51 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:33:35

BRASHE178-OV-HNESP #21-34 RT: 0.88-1.26 AV: 14 NL: 5.08E6
T: FTMS + p NSI Full ms [120.00-2000.00]
100- 575.2523

95
90-
85-
807
75-
705
65-
60-
55
50-
457
403 519.1897
35
305
25-
205
155
107
55 149.0228 419 3152

OE‘I*‘III"’I‘I'II'IIII‘II'""IL'"I"'ll"I'I"'|'"I*'Il""II' AN ALY IIIIIIII """" R LRl AR R RARL) AR RRLLN RARAY RAAANRARRN MRS RARASRARAS AR AN AR AR AL RARN ARAM AR AR

I I I
200 400 600 800 1000 1200 1400 1600 1800 2000

Relative Abundance

613.2080

475.2003




aet7-39 MW=5747 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:33:35

BRASHE178-OV-HNESP #21-34 RT: 0.88-1.26 AV: 14 NL: 5.08E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100+
957
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35- 576.2552
305
25-
205
155
105

575.2523

Relative Abundance

577.2579

O——T— 1 1 T 1T 71 T° T T T 71 T 1 T L L L L L T L A N L
574.0 574.5 575.0 575.5 576.0 576.5 577.0 577.5
m/z



| sot ope: Mn. .. Mx.

14 N 0 10

16 O 0....15

12 C 0....30

1H 0....60

23 Na 0....0

32 S 0....2

Tol erance W ndow. +- 5.00 ppm

Db/ Ri ng Equi v: -3..100 N Rul e: Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppn]

575. 2523 575. 2521 0.4 6.5 C,H.C, S
575. 2521 0.4 12.0 Cy Hiy G N, S
575. 2519 0.7 3.5 Cio Hig Cu N,
575. 2527 -0.8 2.5 Cpo Hia G N S
575. 2514 1.6 -2.5 Co Hiy C3 N,
575. 2514 1.6 3.0 CeHi G N S
575. 2532 -1.6 8.5 Cyo His Cip Nig
575. 2532 -1.6 3.0 G Hu Cs N
575. 2534 -1.9 11.5 Cye Hig C, N, S)
575. 2507 2.8 7.0 CeHyaCu N, S
575. 2507 2.8 12.5 C,, His G, N,y S
575. 2539 -2.8 -1.0 C,HLCLoNS
575. 2505 3.1 4.0 C, Hy, Co Ny
575. 2541 -3.1 7.5 C,, Hyg G N,
575. 2541 -3.1 2.0 C,, His Co N,
575. 2501 3.9 -2.0 CrHsCL N
575. 2546 -3.9 8.0 C,H,C, N
575. 2547 -4.2 16.5 Co His G, Ng S
575. 2547 -4.2 11.0 CpoHiy G N, S
575. 2496 4.8 16.0 C,, H,,C NS

w
o
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N

R

n nwm
NN
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aet7-47 MW=616? Compound 52 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:40:48

BRASHE180-OV-HNESP #20-33 RT: 0.87-1.26 AV: 14 NL: 2.51E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100- 617.3000

95
90-
853 517.2471
80
75-
705
65-
60-
55
50-
457
40-
35-
305
25-
205

155
= 445.1200

102 149.0230 329.0056\ l
ll l L

Relative Abundance

717.3525

? b Lh.l. .l‘ll.-.".l.l,d.-,y, ‘.L- lIJ LI,IJL l .

" L A
T |||||||||||||||||||||||||||||||||||||||||||||||||||||| |||||||| [Tr oo ot LN AR RN R N RN RARRE R N L LA R ||||||||||||||||

| | | | |
200 400 600 800 1000 1200 1400 1600 1800 2000
m/z




aet7-47 MW=6167 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:40:48

BRASHE180-OV-HNESP #20-33 RT: 0.87-1.26 AV: 14 NL: 2.51E6
T: FTMS + p NSI Full ms [120.00-2000.00]

100+
957
90-
85-
807
75-
705
65-
60-
55
50-
457
40-
35-
305
25-
205
155
105

617.3000

Relative Abundance

618.3030

619.3055

0— S S O B B B I S B S Y S ) O N B N B Y EN N RN R . ™1 1 1 T T T T 1 1T T 11
615 616 617 618 619 620 621 622
m/z

I
623
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| sot ope: Mn. .. Mx.

14 N 0 10

16 O 0....15

12 C 0....40

1H 0....60

23 Na 0....0

32 S 0....2

Tol erance W ndow. +- 5.00 ppm

Db/ Ri ng Equi v: -3..100 N Rul e: Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppn]

617. 3000 617. 3002 -0.3 8.5 Cyy Hy Co Npg
617. 3002 -0.3 3.0 C,H, Co N
617. 2997 0.5 2.5 Coy Hig Co N;
617. 2997 0.6 21.0 C,; Hyg G, NS
617. 3003 -0.6 11.5 C,, His G N,
617. 2992 1.3 15.0 C,, H, G N
617. 3009 -1.4 -1.0 C, H, Ca N
617. 2990 1.6 6.5 CpoHis Cii' S,
617. 3010 -1.6 26.0 Cog His N
617. 2990 1.6 12.0 Cyo Hia G N,
617. 3010 -1.6 20.5 Co Hy G N,
617. 3010 -1.7 7.5 C,, His G N,
617. 3010 -1.7 2.0 Cys Hyy Co N,
617. 2988 1.9 3.5 C,, His Clu N,
617. 3015 -2.4 8.0 CsHi Cu N
617. 2984 2.7 -2.5 C, Hs Cu N,
617. 2984 2.7 3.0 C, Hi G Ny
617. 2983 2.7 16.0 Coe His G N,
617. 3017 -2.7 16.5 C,, Hy G Ny
617. 2983 2.7 21.5 Co Hyy G Ny
617. 3017 -2.7 11.0 Cy Hy G Ny
617. 3019 -3.0 19.5 Cpo His N, S,
617.2978 3.5 15.5 Cys His G N,
617. 3022 -3.6 -1.5 Cio Hig Cu N,
617. 2977 3.8 7.0 Cpe Hiy Co N,
617. 3023 -3.8 25.5 Cpo Hiy G N
617. 2977 3.8 12.5 C,, Hiy G N,
617. 3024 -3.8 7.0 Cp His G N,
617. 3024 -3.9 1.5 C,H,C,S,
617. 2975 4.1 4.0 Cpo Hia Ciu Ny
617. 3028 -4.6 7.5 C.H.C_,N
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aet7-42 MW=474? Compound 53 EPSRC National Centre Swansea adam throup

(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:37:12
497.1816 NL:
1005 1.20E5
903 BRASHE179-OV-HNESP#25
E RT: 1.02 AV: 1 T: FTMS + p
. 20 NSI Full ms [120.00-2000.00]
S 704
S 3
2 604
3 .3
< 507 Observed Data
2 40°
© =
DG:J 305
20~ 498.1851
105 496.5513
G: { .l { ) L N
B 497.1829 NL:
1005 1.69E4
90§ C23H3o N4 Os SNa:
804 C23H30N4Os5S1 Nay
3 p (gss, s /p:40) Chrg 1
70§ Theoretical Isotope Model: [M + Na]+ R: 100000 Res .Pwr . @FWHM
60
50-
40-
305 498.1859
207
107 499.1789
= ) 500.1819  501.1840
O e e T T T T T T I e T e T
496 497 498 499 500 501 502

m/z



| sot ope: Mn. .. Mx.

14 N 0 10

16 O 0....15

12 C 0....30

1H 0....60

23 Na 0....1

32 S 0....2

Tol erance W ndow. +- 5.00 ppm

Db/ Ri ng Equi v: -3..100 N Rul e Do not use

Fits: 100 Char ge: 1

Mass Theoreti cal Delta RDB Conposi tion
Mass [ ppn]

497. 1816 497. 1816 0.1 5.5 C,, Hy, G Nay ' S;
497. 1816 0.1 11.0 C,, He C, N, Na, S,
497. 1815 0.2 12.5 CeHsC, S,
497. 1818 -0.3 14.0 Cyo Hy, N, Nay S,
497. 1814 0.4 2.5 C, Hyp € Ny Nay
497. 1813 0.6 9.5 Cyo Ho C N, S)
497. 1819 -0.7 18.5 Cye Hys G N,
497. 1820 -0.8 0.0 C,HsCu NS,
497. 1811 1.0 1.0 CaHy Cu N
497. 1822 -1.2 20.0 Cyo H,, G, Ng Nay
497. 1823 -1.3 1.5 Cs Hyy G Ny Nay S,
497. 1809 1.4 2.0 Ca Hy, G Ny Nay S,
497. 1809 1.4 15.0 Cog Hyg Cs N, Na,
497. 1809 1.5 20.5 C,, H,, C, Ny Na,
497. 1825 -1.7 6.0 C,H,CL N
497. 1806 1.9 0.5 C, Hia G N S,
497. 1806 2.0 13.5 C,, Hy G
497. 1806 2.0 19.0 Cy Hy G, N,
497. 1826 -2.1 14.5 C,, His G N,y S
497. 1826 -2.1 9.0 C,, Hy G N, S)
497. 1827 -2.3 7.5 Cis Hys Cg Ny Nay
497. 1827 -2.3 2.0 Cis Hip Co Ny Nay
497. 1804 2.4 14.5 C,, Hyy N, Nay S,
497. 1828 -2.4 17.5 Co Hy N, S,
497. 1829 -2.6 10.5 C,y Hyy G N, Na, S,
497. 1802 2.8 6.0 Cyo Hiy G Ny Nay S
497. 1802 2.8 11.5 Co H G N,y Na, S;
497. 1801 2.9 13.0 Cy Hyy G N, S,
497. 1800 3.1 3.0 Cp, Hyg Cp Ny Nay
497. 1800 3.3 4.5 CoHi Cu N, S
497. 1800 3.3 10.0 C,H_ C NS
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aet7-49 MW=516? Compound 54 EPSRC National Centre Swansea  adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:44:24

BRASHE181-OV-HNESP #21-33 RT: 0.89-1.24 AV: 13 NL: 2.30E7
T: FTMS + p NSI Full ms [120.00-2000.00]
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aet7-49 MW=5167 EPSRC National Centre Swansea adam throup
(DCM)/MeOH + NH40Ac LTQ Orbitrap XL 13/01/2012 14:44:24

BRASHE181-OV-HNESP #21-33 RT: 0.89-1.24 AV: 13 NL: 2.30E7
T: FTMS + p NSI Full ms [120.00-2000.00]
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15-187 m n EPSRC National Facility Swansea BRASHE
(MeOH)/MeOH+NH40Ac Co pou d 55 LTQ Orbitrap XL 22/02/2017 15:50:57
C25H34N405S

BRASHE_OS88TR_A #39-52 RT: 0.66-1.04 AV: 14 SM: 7G NL: 3.12E6
T: FTMS + p NSI Full ms [120.00-1935.00]
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15-187

(MeOH)/MeOH+NH40Ac

C25H34N405S
BRASHE_OS88TR_A #39-52 RT: 0.66-1.04 AV: 14 SM: 7G NL: 3.12E6

T: FTMS + p NSI Full ms [120.00-1935.00]
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15-187 EPSRC National Facility Swansea BRASHE

(MeOH)/MeOH+NH40Ac LTQ Orbitrap XL 22/02/2017 15:50:57
C25H34N405S
503.2314 NL:
100; 3.12E6
90— BRASHE_OS8TR_A#39-52
802 RT: 0.66-1.04 AV: 14 T: FTMS
W = +p NSI Full ms
o ] -
= 70E Observed Data [120.00-1935.00]
2 60—
> -
< 50—
2 40-
8 -
& 30; 504.2347
20~
10- 501.2162 505.2275
= | l .
0~ 503.2323 NL:
100 - 1.65E4
90? Co5H3a4 N4 O SH:
80~ . C25 H3s N4 O5 S1
= Theoretical Isotope Model: [M + H]+ p (gss, s /p:40) Chrg 1
70— R: 100000 Res .Pwr . @FWHM
60
50
40
30 504.2352
20—
10—
E 2052383 506,2313
0 ““““\““\““\““““\“"\““\“"\““\““\“l“\““\““\““\““\““““\““\““\““““\““\““\“““‘
502 504 506 508 510 512

m/z



| sot ope:
14 N

16 O

12 C
1H

23 Na
32 S

Tol erance W ndow:

Db/ R ng Equi v:
Fits:

Mass

503. 2314

Theoretica
Mass
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.
503.

2314
2316
2316
2316
2311
2311
2318
2310
2309
2309
2307
2307
2321
2321
2323
2323
2323
2305
2325
2303
2302
2302
2301
2328
2329
2330
2330
2298
2298
2331
2296

.. 15

.. 15

.. 60

.. 70

.0

...5

+- 5.00 ppm
-3.. 100
150

coocoooz

PP oeoeo Joo!
ww©©o:
[

.
PRPPe
OoO~NNDdD

N
o
N

GV S

N Rul e
Char ge:

g

NP NOOT PENNOONPFPO DR RPERPRNDNY
[N N e] o o o o a

oenvFEoOo
noowo

IS
goau -
(&

o L
ow:

Do not use

Conposi tion
C9 H35 ClO NlZ Sl
C31 HZQ C2 NS
C16 H33 C2 N13 SZ
C17 H39 c7 N6 SZ
C16 H41 Cl N9 SA
C31 H37 Cl Nl SZ
C25 H43 C4 S3

C8 H37 C4 N15 S3
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